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(*nttit4 21297 ommmsm warn*. 

*L<liO. iJHX8Lti0«BittT'C**. 
S) (ft) «s*«ttCE)l|fttt5. 000- 

«fc, (i&> 

■ihkcjbi*««m. w**y7±i/c. i ii>- 

tt©«^^*^iOi:tiiia()>-«&C (in- a) , <i 
ir«*. I'ttffarFcca^X ( it) 6Mit. * 

[0054] #^<£^Sia/£*^<Z> I - <Djft£ti 1 
O^OMXJWIK, 30-7 OgSWStc*? 

**c&*«*u*. ft*. c<z>MEa, maw®* 40 

[0055] Irttl-OO. 1 -5 0**%t?*>*C 
i#»*0<. 0. I^2 0*JWC*4C±#J:0» 
*L<, 0. 5^1 Q*Ar%VhZC±&2t>ZCltr*l, 
<. 0. S^S^Wi-SCtrfJdWJu*. 6 

[0056] *MO«mflj|!^as fclCEtojgSi 



> #82002-343440 
18 

-«5£(lll-a). <Ill-b> (in-c> 
m 1/ tc Wfirt * * > t QM<DT - * > t £ mi&tc bo> 
T?*>0, 7~*>±LTtit. McUr'Wfe&^:fr> (C I 
\ Br?) . SCN\ BF.\ PF.V CIO,". 
(CFiSOi>,N\ (CF,CFaSO a ) CHj 
SO/, CF.SQr. CF,COO", Ph.B\ <C 
F^OtJ.C'SWIU^ttmn. SCN 
\ CF.SO/. CF 5 C00\ (CFiSOt>tN-* 
JtJ<BFr*KraMc< WMi*. *fc, We. * 
^fll±OBb§*&, Li K CFjCOOLk CF, 
COONa, Li SCN. Na SCNft£«>7**MJ3ft 

1*. 0. o2^2iiraa«ttt«0«siM<s<. o- 
[0057] *m<»m}&wmc. l 1 1 Na 

I Kl % Cs K C* U&i'CDAJBa^bto, 4f& 

*^*ffc&tt©30Si*. Br.iLiBr, Na B 
r. KB i\ Cs B r/ Ca B r.fti^g^ffc*!. 

©W)^6, ^*dVT>B*-7* !l£/T>Kttt>7 
K/b+ h '^a. rib*****-*- 7il/+;l^^^7 

[00583 tmnmswrnca, rnemm 
[0059] *m0w$&mmm?*>m\t. 
vestt^^-c^^fk^ttr^^c^^L^. c 
^-2-*+^/yyy>^<t<^gffc^ ^+ 

+^X-^;U. ^»J^Pfl/>^M3-^^T^^^x 

A. x^u>^ija-;^yr^4 i ^x-^jk ^phT 

•Jn-^^/T^+iUx-^it, K»j^at:u>yu3 
^t/r;^^x-f^aiWA3-;lft x^u 
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i^y ah? a 

<>. u k -7'a ei/ hte 
£•©*-#*- Mt&*». 3--><**-2-**t>V>J 
5^>fc£'©1f$«wJt#<l9. T-bhih'JA, y**D 

[0060] S«iur«. WSSfttcJ^WXttfll: 

©a^tcrSE < isui> tcfew&^ti2oo*cw± 

jW*0<, 2 50t:eLt*iJ:0W*K. 2 7 0'Cfcl 
«f©4>©fk=rta©4>fe < i 4>— 4S4»tt. 'J * •? Aires! 

©si&«tGx«. 5sa%-i 

0 0a&X#«?*lr<, 2 0SS%^66 0Sa%*iJ| 

[0062] *mommtmtm it&wt-M v 
sm* y^t&ofx&m. ccd mm-em** 

4. »^<«HMo*Sfl6 <«$(<:. "j^^—jcS 

[0063] [SStUfcttSift] *SW©«KS 
ffl6HS£WB bfc*lfciPl©S5Ut3S*i&K:-H>-c 

[0064] *#»i©S£Wb£a?fe«. LT , 

SWbS^Sjfeti. fHlSttt&t'Wmfc^ttffiaKJ: 40 

c*St£ (K<b> SiSK:*iitL,r. sn?s*©**yr 

&«S3Mt#«ftc!>i8&«:{*. fm&ftfUMSteJcOg 
@*€£<;4£@ (M*.«XBftiM8$WtS&> . 2* 

(ii$fiS4«*an& > tctMHtaHEtefto* y * ^ * 

[0065] [£SStrt35«j&] «T<C. *<«PJ©S*? 



4*132 0 0 2-3 4 344 0 
20 

<^ib*^$(,>gnfc«xtt«:*-r, 
[0 06 6] c 7 i ) #ss£ftst? 

«SSm+l 01*. «SH 1 2. T&Ofl 1 4 . 

swagi 6. «fttt£Bi 8 st/Ms««a 20 wx 

24«. 4^f*8im*s^*&6£?Ltt©ar'*9, * 
a»Mt*aaLiri'*. t it, mmm 

B 1 8(CW^rm4Blt;sE»*>6/tt*. »Sg 1 2© 
TKOSS2 6. Rtf#g3JSH2 0©±ti:t;fcg«2 8 

tfEHsnro*. SS2 6. 2 8«5^63S£+tcst 

■en-enosos??, j»©a 1 2 iss£gi 6 
£©£??. sweei eismaas 1 8£©#i?. 

tHJSS I 8 i*»fSi»SI2 0 i©%f?S5f li, 50©^ 

X«*lS«Sa2 0iSR2 8«: > -efienjtii^ti* 
1 0 0 6 7 ] *<c, jfeSgftSS* 1 OcMffflKO^tia 
SMS-r*. jtSS^S'T-l 0tCjfe3»X8if-6i. XSiO 

pwft* s y h 9 - j: 0 mm 1 2 i&wmti* 

iMHIl 2ti«S«Sa2 0tc^crm©Sfe 

jfcs^fts^ i o**s*tt:iiiflicfcsar 

s. a^stf«*ss«Bt:-*i«^tt. c© 
tcmm (mar i a ) ^a3Kci©Kfb(**ssi/r7c 

[0068] WT, ISIS7feS^S^+©&atcffiW5I86 

•c. r*stt3s;^«jj ao^ftML a?«ai2©*, 

SWWSa 1 2 tfffiriSrW&3S«2 6*»fetti4>©© 
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[006 9] <A>««&2&# 

«*tt30«*ut. ( i ) fs^moma. xxt < 2 > as 
n. mi*, (as, *, se. m 

«»iorti^8 (flIAtfaa, IB, S3, SIS, * 
&> . Hft, Xtt«€tt£8«ftto HsVOU-AX 

tesmm, Riuxtc^ ?3Kti7>**>£ 

0fc4<^) ^*tffe*i* # *«B©«*t*0. 02- 

t o o 7 o ) ^m^mtrntm-m^n^K « 

W* K 1*2 0 Q/DHT***. 2 

[0071] mmsamm*z*&mitt**&K 

*B»tcaWC*S i tt. ftft-^ g^MM (400- 
1 2 0 0 n in ) <WfaO-^\t±m£ 4*1 > 1 

-O^OA-AARft*! < i TO) "CA^ SWSfitc 

ttflfca A h i^fi^jSrWKKt V - ^#7 A, 7 U 

C-A (TAO, (PE 
T) . *Mx*b>*7*u-|* (PEN) , 

< F (PPS) % tf'J*-**- h (PC) . *M 
7tfl—h (PAr) , #!M;l7:r> (PSF) % * 
yx^AA*^*> (PES) % # !M $ F < P 
I ) . #>Jx-fj^? K (PE I ) . Stt*«;^U7 

^A^^D^^lra'ijfcOO. 01-1008 
[0073] a^Stt^^iDlSfii^Ttf^BWt^ 



#■2 0 0 2-3 4 344 0 
22 

m V - PlHKc<i:«A»MsBc>KTa. *? * o< tt l 0 
[0074] <B)S£fl 

VE*ttWtt»ir-4M, 7^-F®S£-5;l 
[0 07 5] (1) ifcSf* 

*$f*. Ill- V^fk&«l*«f*. iS^^ayt'f 
[0076] Jt*U*^B<2)^3y+^ FtLT, * 

AX, «» t ft, ^>^X^>. ^3i^ t 

>j>^>^ffc4s. ^f^^a, sis. m % 7->** 
zomitlb. *F^OAXr^fio*i/>fk 
«!. *F4 0A©^^;Hb«J^3^f6n^o fftcDfk^ 
**W*t</-Ctt, Sift. ^«J0A. ^>voa. y?F 

56ccti. »10«S.XItM a k M*«0. <M. WVt 

[0077] *«9{£:«t^*«*cr>»* 
It. Si, TiO a . SnO,, Fe.O,, WO,, Zn 
O. Nb^O,. CdS, ZnS, PbS, BhS,, C 
4Se, CdTe, SrTiO a . GaP. InP, G 
aAs, CuInS,. Cu I nSe>&Vi>*). £*m 
*L<liTiO», ZnO, SnO a . Fe.0 3 . W 
O,, Nb^Os, CdS, PbS. CdSe. SrTi 
0>, I nP, GaAs, Cu I nS^ir^Cu I nS 
e x t?^0. ftccifff 0<liT iO^cfcCXNbtO.Tab 
0. S^tb<liT iO»i?<&* 0 liO t \t7+*~ 

&b<itioQ%7t*-*mti§ l ff)T i o,r'£& # 
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[0078] *«iBtCffi(,»4*i9«<*^ttar-t^iS 
flttftWIS. X***-- «-f 
/< * * * 4 A3©S£*>£«£*&S#f!f * L, < . *NH* 

[0079] ¥«#f*fc+©tiSt;J:-«tc n in - mil© 10 

*>6#fcfc-*tt*©¥fclt4ffi»;£5 - 2 0 0 n &Xhi> 
8-10 0nin**J:D!it*W>. ifc» 

»#4>©¥j9f*a*H L <=$tt¥) ©¥^as«o. 0 

l-30«ui*s»*GK lfcS»l5©S«f^2aSm: 
t/C<> J: <. C<D*S£. /hSl^+oW 
^••<Xti2 5iinitlT-C*4O3>Mit$0< > J:DW* 

*iisj±s^4iftr'. iaa©;**a. flA»*i oon 

mW±, 300 nm!i£® 4^8+ 20 

[0080] #«Mci*a : i L ©s8<>g&* 2S«x©?g 
2sy±w*»(*am**iS^cT: 

&fi*-r*«i£. lfitiTiO,. ZnO. Nb,0,«>t, 
<«SrTiO,mci*ff«U>. ifc«>^l8 

«?«U>. 36i<:l>?3:(A>ffi*#*>i*ti,TI*. ZnO 
£SnO,. ZnO£W0 3 XI*ZnO. SnO.iWO, 
tt ZVMKifritZmi i C &.ifiXZ 4. 2 «tt±©* 

ti^* 5 1 0 0 n oifeLLr. 'J'3l>8t8©&*-** l 5 n m 

too8i] #${*^p©n3tifei. u-a*. fMeft* 
© r*/;i,- y*,m>P&\ 7 y*#att ( 1 9 9 8 

•^sSi-^-fX^smaij . *-C«)ab. £3 5«. £9 

1 0 1 2- 1 0 1 8W < 1 9 9 6*) tC&&Dr>l 
-*/*&m*Vt,>. l^Detrus saWm&Utc 

[0082] ASSHt? * ><D»S£. uav 

rs*lt**>«8g±lSffi&J|Sj tt«fia«g (19 97 



**M2002-343440 
24 

S^K'/jU-y^to-C. Ba rbe*»©V+-*jU 
- 7*>)t» ■ -fe?5 ? J • vtif<- »8 
OS. Ml 2#. 3 1 57--3 1 7 IB ( 1 997*) 
(CI2SS©#&S>. Burns id e S X HJ- • 
*-J r '*T>)7A'X, mi OS, 319*1. 24 19-2 
4 2 5a<Ci2iJ3WDrfcifc«>!it* 
[0083] < 2 ) *«f*»8-?-H 

WBs-tti*^ <lpds£> . A'tyjttrcjBrrt* 

MHMl? Sri** fWC£B8ffcfel* JtJjjS-T 

[0084] 4Jaj»t«^0»»3S*<«4-r4^S4 o 

©* *««-r*^^*w^n4. 

[0085] flfctti O-CIX. *X«S«©W»«|1« 

[0086] ii?ff*S4U-c(i. r^';{r-V3i>*i 

8-4589^«CPam3hXf*9-<'t-/<-*. *@ 
#1*268 1294^. PJ276 14 19^. B27 6 
179l^^&e!W>A*.n-* xJr^Hl. 
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fte>V*i»t>. HiSfcfccr. »*L, 

t o o 8 7 ] *4®d 

[0088] ^c^itm^aovd imm>m 
s^oiUKEM3»Brr fc^mmt^ Jt & d % & a* 

ttfftfaj'mv>m$\ti^zoiimWT£L,<, 2-25 
it *m* U* Q 4wtfMt?4*jift 1 <»' is* 

0. 5-100*a*?*L<, 3 
[0089] ^W^fiWItmtKlVofc 

■tt40mt700VUTrA4. Jr#jJff*L<til 

0 0 *ctLh6 0 ov&rc&z. d^mma 1 0 » 
-1 0 * 0 i^A^jr^ica^ 

*IR9ffifl (HitfiTS 0-350*0 -C^O 

m. mm. mm. ff^mm^mm^^t> 

1 0 0 9 0 ] mmmk. ^wm^mmzm: 
sum. ^mn+zmmzm, 
&ft^^<Dm*&j<3&i$z&v>zB&x\ mxim 

** wafei vx\mmn&Tr?zm&* u> 0 

[0 09 1] ^HHttTK. *<<!Dfeg*««rr& 
9MB, ftCT««C»4/ , Cl0««J:'C»*<Mi»*L, 



CM) 4M200 2-3 4 3 44 0 

26 

[0092] (3) 

^>Rfc:JBi>«'ffiS6XB. ^MttM^ttKiftK* 

[ 0 0 9 3 ] C 5 tsfefiftB. ^f**£*<!>3tffi£# 
UT«Slfc^C0©*iSSa:S^ (interlocking qrou 

«. COOHS. OHS SO.HH, -P (O) (0 
H> ^Jctf-OP <0> <OH> 2 £<DJ:^&6£i 

>. -fry hXiia-y hx/b-h4)j:9&*£ 

OHS, -P<0> (OH>,SfcJ:V-0P (O) 
(OH) >ttA4tCCtf*Cl* # Cft*WD*B7;Urty£ 

**7y y9AS*>»0:aj:9Aim*/ffr«ttS0Jt 

[0 09 4] UT, ■^<CJBl**ffJ^l*J|»B£* 
(a) Wl5£RiS<*fe3S 

^- AH**? < »; >feS4J J: VA,?~f) A£gf*&3fttf 

^AlS^fe^^Lrti, WAI**®»i*4 9 27 72 l 
P4684537#. 155084365^. 353 
50844*. 35463057*. 35525440 
*^<D®^|«S. RU. #W¥7-249 7 90*, 
*¥1 N 0-5045 12*. 1SIMJB98/50 393 
*. M2 0 0 0-2 64 8 7«K>S£«tt:e||cM| 

[0 09 5] «6(CMBBN»i^f-^>9r^i|ilaS7* 

ra-«^ < i v > X'3ktt\z>MT-~+i a^($ 

-HB3« ( I V) 

(A 1 ) ,Ru <B-a). (B-b), <B-c). 
BSSHIK (IV)*, AM*1 Xtt2aM)Ett«« 
-T. A f «C», SCN> H,0, Br. I , CM. NC 
O. SeCN. or-^yh^ v^^KRtX^^*^ 

^(Dimt^K \ifi2Kl±Of§&. 2&Lt0A l ltm 

-xt>mt(<7X*,>xh<kv. pia-fls^ c i v> b 
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-a. B-b&tfB-c«. •^•eft&4tCT!2i£(B 

- 1 > <b- i o > ©^rftj^rassnsEtt* «r* 

ti&*0Xlil*&U fftie-ffiSC < IV) V»2tlZ 




[0097] giUeS <B- 1> ~ <B-10> 4>. R' 

K. npyvif, S8RM^« 1 - 1 2<7>aftX.4»fta 
1*07***11. «^S^S!!7-12©afiX0tffl(Sfi 

v>79*+ a*. $mji?.+m - 1 2 ©g&x(*»e& 
or Kits (cn6«!>Btt»iS4fgiao'C 



i 4*132002-343440 
28 

[0096] 
[ft l 2 ] 




I'. HIS— flSSt < I V ) 4>. B-a. B-bRVB-c 

fl&ttR -1-17) *WTK:*-r*i. *#fltCHfc'& 

40 [0099] 
[ft 1 3 ] 
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(16) #832002-343440 
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[0100] * * [ifc i 4 ] 




11,1013 <i>'^^>aa? jr. >avri>es, x»9gy9Aa*tt*o#y 

-*&9itc&iff *»*o<,» vri>e » **>esrc-£.s. *^-e«*o<f?H'fcn*#';y 
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(17) 



31 



*^fiKti/Ctt, 1-3 5836 

4. 4*B¥ 11-672854, WIV 1 1 -869 1 
64 mv\ 1-977254, 1-158 
3 9 54, *H¥l 1-1 63 3 7 89, fflSWl 1- 
2 147 3 09. fcBWl 1-2 14 7 3 14. 
1 1 -2389054, 4*112000-264874, * 



#882002-343440 
*Rttttft8924l 14. 39 1 184l4RtfPI99 

[0102] 
[ft 15] 



11-1 



IK* 




i-3 




[0 1031 



lit 1 6 ] 
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CONHCHj CONHCH, 



[oio4] (4) m»t*ft&*^0®mom§ 

tt. n-^. x7~*4?i^wflrat^** 0 g 
aft©**, a«<o«««^iarif7'C<>j:^i/. 

S?*7A:3<-**) . ^hM(7tUMi^ 7* 

^UDX^>. i?dD^A, , 

^> . 7S KM (N, N-S^y 

^W^T 5 h\ N, N-iof**7-fe** h"£> , 

x**, m&?&m . i»»xA*/i4K 

A. SSx?u>, ^oeu>f) , M>3£<7 

[0105] &m»mmmt* 

<D#t4il®8 ( la 1 ) SfcQO. Ol-lOOinmo 
I*. 4^ftitt?i ?3fc90. 01-linmo i<0« 



20 



30 



f ^S«:^$r«c. 

oarage c-150 x<omvmm< &&wm&rt * 

tO 106] 
[ft 1 T 3 

[0107] R«aa^>fC8t»«cj: 

J:v>. a?*U»7S>#4L,i:t*, 4-t- 
50 -2>KSOf^h^+^7>^x->A3-^K^3^ 



40 



http:/Avww6jpdl^ 5/23/2003 



Page 1 of 1 



OS) 

35 

[oiod] (O mmum 

it. < i ) 4*s0i&(mtLx. @rfkj§7cM©-r*> 

WW©1**k:. <ii) @f*«iJC!>* * >) T-Vtif&frfrt* 

[oi()9] < i > GtmrnmovM 

[oiio] mmmis. mMtummm^^^t 
[oui] s^<os^i«£ii£S(c4ij^r^ 

[0 112] <D> #S 

*tt&*«ll0*Jett3'CtJ:i*O. *fg«®St:£i# 
stUorw. m A. SR. 19. 

JR. SB. 7*5 i$ A. vy*>«>A4:MfgSSSa 

<»® 3 muMminti <,>*(, 3 n m - 1 0 u m**? * 

fflfifii<9««4 Lrt*5 0 Q/OBITC* 0 , 3 6K*f 
* t/ < I* 2 0 Q/DKK*4. 50 



#182002-343440 

[0114] *#fisti. Sft«tiBM±£Btf*Stt*& 
15. y^*X«sS§ (PVD, CVD)-T4*V *tft» 

»fi<W5tt«rTt/4Barc&B 'J - F 
StS***. ') - KSfitt J: &AH*fi<0«;T««. 

[o i i 53 <e> ■ew^cos 
■&i/c&tti/c*<ct#if*c<. se&gstcs 

i>t>. TmmtUX«SU>V>it7 iO>. SnO,. 
Fe.O,. WO,. ZnO. Nb,0»T?*9. <*&<C*F 
* KliT i 0«-C**<, T&9BI*. «*«Electroch 
».(Vcta40,W3-€5Z«S95)CCffi4IS<%-Ct>-S^7"U-/'C 
-fn'JV*£©fS. A/f**j*^»cJ:9S«OT*C±J» 
ft*. TO9B©*f*U»«Wtt5*-l OOOnrnl? 
£9. 10-5 00nui#3&K:il?*U>. 
[0 1 1 6] Sfe. SStl/rff«T**«lta:»*i 

ctwt, matt. to9mtmfzm**ct#** 

[0117] *aW<WfeSSltt^Sft«. paaUfeSt 
[0118] *ttno»l»A(t4MBlba. 
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WatMR-C**. #19200 0-268 

8 9 2^^j9g^8tf^W^Ci^l 

10 

[0 119] [*Mcz33gaSi] WTK. *&qftf>m*m 

m&znm itc*mv#^xizt&^i>xm}? 

[0120] *^<?>^gia«fe^**z:;x«i4tc« 

* u**j * 0 ^mm^mmt^&mmt vx 

It. JWAttTi, V. Cr, Mn, Fe. Co, 
Ni. Cu, Mo. W*SWHM!#*W r &ft*. *fc 
^^W07^^»JiR (MlifMM>in < I A) 
^2 <nA) <S<WE^) , RtX/XtiA I . Ga, 
Ift. Ge 4 Sn, Pb. Sb, Bi. Si, P. Bfc 
««dor*J:i- 0 S£Sta£^Rfc#i,-co-3 
Onto iXtfJIHlsl*. 

[0121] *W!t?«o6n*J:D»S!Ol*!l#«5A 
Cr. Mn, Fe. Co. Ni, Mo. 

tt/£#&g{fc£fe (ccxm&smut, v. cr, 

Mn. Fe, Co, Ni^65il^i^<iiiS) 
<D£th9*^tfc#0. 3-2. 2 tester 

[0 12 3] *^'C^v*>n4«4C»*0UU^'>A 
^S»^aRfbftfiE®S«SIi, Li«M'O t (Wit 
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* NOTICES * 

Japan Patent Office is not responsible for any 
damages caused by the use of this translation. 

1. This document has been translated by computer.So the translation may not reflect the original 
precisely. 

2 **** s hows the word which can not be translated. 
3. In the drawings, any words are not translated. 



CLAIMS 
[Claim(s)] 

[Claim 1] The electrolyte constituent containing the liquid crystal compound which repeats the 
polysiloxane structure shown by the following general formula (I), and it has as a unit. 
[Formula 1] 

HRSC ( I ) 

R expresses an alkyl group among [general formula (I), and L expresses single bond or a divalent 
connection machine. A expresses a mesomorphism substituent. However, a mesomorphism 
substituent may have an ionicity basis and a mesomorphism substituent contains the counter ion in 
that case.] 

[Claim 2] The electrolyte constituent according to claim 1 characterized by the aforementioned 
mesomorphism substituent being the salt which consists of an anion part containing a meso gene 
machine, and a cation part which consists of the opposite cation. 

[Claim 3] The electrolyte constituent according to claim 2 with which the aforementioned pair cation 
is characterized by being alkali-metal ion. 

[Claim 4] The electrolyte constituent according to claim 1 characterized by the aforementioned 
mesomorphism substituent being the salt which consists of a cation part containing a meso gene 
machine, and an anion part which consists of the opposite anion. 

[Claim 5] The electrolyte constituent according to claim 4 characterized by being chosen from the 
group which the aforementioned pair anion becomes from an iodine anion, a sulfonamide and 
disulfon imide, N-acyl sulfonamide, a carboxylic acid, a sulfonic acid, alcohol, an activity methylene, 
and the anion that activity methine dissociated. 

[Claim 6] The electrolyte constituent according to claim 1 to 5 characterized by the aforementioned 
liquid crystal compound being a polymer-liquid-crystal compound obtained by carrying out a 
polymerization. 

[Claim 7] The electrochemical cell characterized by including an electrolyte constituent according to 
claim 1 to 6. 

[Claim 8] The charge transporting bed which contains an electrolyte constituent according to claim 1 
to 6 on a conductive base material, the photosensitive layer containing the semiconductor by which 
sensitization was carried out with coloring matter, and the photoelectrochemical cell characterized by 
having a counter electrode. 

[Claim 9] The non- water rechargeable battery characterized by including an electrolyte constituent 
according to claim 1 to 6. 



[Translation done.] 
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DETATT.F.D DESCRIPTION 



[Detailed Description of the Invention] ======== ===== 

[0001] 

[The technical field to which invention belongs] this invention relates to the electrolyte constituent 
containing a liquid crystal compound, the electrochemical cell using electrolyte ******** especially 
a non- water rechargeable battery, and a photoelectrochemical cell further 
[0002] ' 

[Description of the Prior Art] The electrolyte used for electrochemical cells, such as a non-water 
rechargeable battery and a coloring matter sensitization solar battery, is a medium which has the 
function (it is called ionic conduction) to convey the ion to inter-electrode, including the carrier ion 
according to the purpose. For example, in the lithium secondary battery which is the representation of 
a non-water rechargeable battery, transportation of a lithium ion does the influence for the 
performance of an electrochemical cell with the big conductivity of iodine ion and iodine trimer ion 
in a coloring matter sensitization solar battery. In these cells, generally, although the solvent system 
with high ion conductivity was used abundantly as an electrolyte, there was a problem of an 
exhaustion of the solvent at the time of including in a cell and leakage reducing the endurance of a 
cell. Moreover, in order to seal a solution in a htbium secondary battery and to have to use a metal 
vessel, it was difficult for cell mass to become heavy and to also give flexibility to a cell 
configuration. In order to conquer the fault of such a solution system electrolyte, various electrolytes 
are proposed m recent years. The so-called gel electrolyte (JP,61-23945,B public relations, JP 61- 
23947.B public relations) which made the solution electrolyte permeate a polymer matrix has not 
inhibited volatilization of a solvent completely, although the fall of the ionic conductivity to a 
solution system electrolyte does not drop a cell performance small. Moreover, although the polymer 
electrolyte (-2184 or KMurata, Hectirchimica Acta, Vol.40, No.13-14, and p2177 1995) which 
dissolved the salt in polymer, such as a polyethylene oxide, is expected as what solves the problem of 
a solution system electrolyte, ionic conductivity's is not yet enough. On the other hand, although an 
opposite anion is room temperature fused salt with imidazolium salts and pyridinium salts liquefied at 
a room temperature, such as BF4- and 2 (CF3S02)N-, and it is proposed as an electrolyte for hthium 
ion batteries, an electrolytic mechanical strength and ion conductivity conflict, and when own 
viscosity of fused salt was raised, or it is the means of making polymer contain etc. and a mechanical 
strength is strengthened, the fall of ionic conductivity is seen. Furthermore, ion conductivity 
temperature dependence was large and the above electrolytes of especially the ion conductivity in low 
temperature were inadequate. 

[0003] By the way, although compound solar batteries, such as a single-crystal-silicon solar battery a 
polycrystal silicon solar cell, an amorphous-silicon solar cell, a cadmium telluride, and selenium-ized 
indium copper, are set as the object of utilization or research and development, the photovoltaics 
which transform a light energy into electrical energy need to conquer troubles, such as reservation of 
a manufacturing cost and raw material, and the length of an energy pay back time, when making it 
spread. On the other hand, although many solar batteries using the organic material which pointed to 
large-area-izing or low-pricing were also proposed until now, the conversion efficiency was low and 
there was a problem that endurance was also bad. 

[0004] In such a situation, the technology of a photoelectrochemical cell using the optoelectric 
transducer (it abbreviates to a coloring matter sensitization optoelectric transducer henceforth) using 
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the oxide semiconductor by which sensitization was carried out to Nature (the 353rd volume, the 
737-740th page, 1991), U.S. JP,4927721,B, etc. with coloring matter, and this was indicated. This 
cell consists of the optoelectric transducer, charge transfer layer, and counter electrode which 
function as a negative electrode. An optoelectric transducer consists of a conductive base material 
and a photosensitive layer, and a photosensitive layer contains the semiconductor with which coloring 
matter stuck to the front face. A charge transfer layer consists of a oxidation reduction object, and 
bears charge transportation between a negative electrode and a counter electrode (positive electrode). 
In the photoelectrochemical cell proposed by the above-mentioned patent, the solution (electrolytic 
solution) which uses salts, such as potassium iodide, as an electrolyte as a charge transfer layer was 
used. This method was cheap and it was a problem for a photoelectric conversion efficiency not to 
fall remarkably by evapotranspiration of the electrolytic solution and exhaustion, if it is used over a 
long period of time, although it is promising, or to stop functioning as a cell in that a comparatively 
high energy conversion efficiency (photoelectric conversion efficiency) is obtained. 
[0005] The method of using as an electrolyte the imidazolium salt which is a low melting point 
compound as the exhaustion prevention method of the electrolytic solution at WO 95/No. 18456 is 
indicated to this problem. Since according to this method water and the organic solvent which were 
used as an electrolytic solvent were unnecessary or little and ended conventionally, although the 
improvement of endurance was found, still, when endurance is inadequate and the imidazolium salt 
was made into high concentration, while viscosity became high, charge transportation ability fell, and 
there was a problem that a photoelectric conversion efficiency became low. Furthermore, there is the 
method of using a thoria ZORIUMU salt as an electrolyte, and the same problem as an imidazolium 
salt arises also in this method. 

[0006] As mentioned above, it is a very difficult technical problem that it is compatible in a 
mechanical strength and ion conductivity as an electrolyte of electrochemical cells, such as a lithium 
ion rechargeable battery and a solar battery. 

[0007] As one method of solving these, making an electrolyte constituent contain a mesomorphism 
compound is proposed. The part which has the coordination ability to ion, such as an alkyleneoxy 
machine, as these examples, the compound (JP,1 1-86629,A) which has a meso gene machine, the 
compound (JP,4-323260,A) with which the meso gene machine was introduced into the polyethylene- 
oxide chain, the compound (JP,11-116792,A) which has a mesomorphism part in the side chain of a 
polyethylene oxide, the compound (JP,6-19923,B) with which the meso gene machine was 
introduced into the side chain of a polysiloxane through the oligo oxyethylene spacer are shown. 
These consist of a motile flexible high part which dissolves an electrolyte salt and conducts ion by 
carrying out complexing to a cation, and an upright part (meso gene machine) for carrying out 
molecular association, in order to maintain a mechanical strength. 

[0008] By the way, in order for an electrolyte to function efficiently in an electrochemical cell from 
Shigehara's and others latest research (Journal of Power Source, 92 volumes, 120 - 123 pages, 2001), 
it turns out besides ionic conductivity being high that it conducts more nearly alternatively [ carrier 
ion ], i.e., it is a performance overlay important point that the carrier ion transference number is high. 
For example, in a lithium ion battery, it is desirable for the iodine anion transference number to be 
high in the coloring matter sensitization solar battery from which the lithium ion transference 
number's being high and an iodine anion serve as a carrier. In the mesomorphism compound 
mentioned above, the strong basis of cations, such as a polyalkylene oxide, and an interaction 
restricted the cation, and has caused decline in the cation transference number. Moreover, since 
molecular-motion nature falls, the improvement in the ionic conductivity itself is not expectable with 
complexing with a cation, either. 

[0009] The oligo oxyethylene part which the polysiloxane by which alkylation was carried out to the 
electrolyte constituent which introduced the meso gene machine into the side chain of the 
polysiloxane which shows **** and is indicated by Japanese Patent Publication No. [ like ] No. 
19923 [ six to ] on the other hand is illustrated, and, as for this electrolyte constituent, restricts a 
cation strongly serves as a medium of ionic conduction, and is the expectable [ the high cation 
transference number ] present condition. 
[0010] 
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[Problem(s) to be Solved by the Invention] this invention solves many problems in the 
aforementioned former, and makes it a technical problem to attain the following purposes. That is 
the first purpose of this invention is offering the electrolyte constituent excellent in endurance and ion 
conductivity. Furthermore, the second purpose of this invention is offering the electrochemical cell 
excellent m endurance and the electrical property (photoelectric transfer characteristic) which used 
the electrolyte constituent concerned, a non-water rechargeable battery, and a photoelectrochemical 
cell. 

[0011] 

[Means for Solving the Problem] The above-mentioned technical problem is solved by the following 
meanses. That is, this invention is an electrolyte constituent containing the liquid crystal compound 
which repeats the polysiloxane structure shown by the <1> following general formula (I) and it has 
as a unit. 
[0012] 
Formula 2] 

O-L— A 
(I) 

[0013] R expresses an alkyl group among [general formula (I), and L expresses single bond or a 
divalent connection machine. A expresses a mesomorphism substituent. However, a mesomorphism 
substituent may have an ionicity basis and a mesomorphism substituent contains the counter ion in 
that case.] 

[0014] The electrolyte constituent of the aforementioned <1> publication characterized by the 
mesomorphism substituent which A in the <2> aforementioned general formula (I) expresses being 
the salt which consists of an anion part containing a meso gene machine, and a cation part which 
consists of the opposite cation. 

An electrolyte constituent given in the above <2> whose <3> aforementioned pairs cation is 
characterized by being alkali-metal ion. 

The electrolyte constituent of the aforementioned <1> publication characterized by the 
mesomorphism substituent which A in the <4> aforementioned general formula (I) expresses being 
the salt which consists of a cation part containing a meso gene machine, and an anion part which 
consists of the opposite anion. 

An electrolyte constituent given in the above <4> characterized by being chosen from the group 
which the <5> aforementioned pairs anion becomes from an iodine anion, a sulfonamide and disulfon 
inude, N-acyl sulfonamide, a carboxylic acid, a sulfonic acid, alcohol, an activity methylene, and the 
anion that activity methine dissociated. 

The electrolyte constituent given [ aforementioned ] in <1>- <5> characterized by the <6> 
aforementioned liquid crystal compound being a polymer-liquid-crystal compound obtained bv 
carrying out a polymerization. " 

[0015] The electrochemical cell characterized by including the electrolyte constituent of a publication 
in either of <7> aforementioned <1>- <6>. 

The charge transporting bed containing an electrolyte constituent given in either of aforementioned 
<1>- <6> on <8> conductivity base material, the photosensitive layer containing the semiconductor 
by which sensitization was carried out with coloring matter, and the photoelectrochemical cell 
characterized by having a counter electrode. 

The non-water rechargeable battery characterized by including the electrolyte constituent of a 
publication in either of <9> aforementioned <1>- <6> 
[0016] 

[Embodiments of the Invention] Hereafter, this invention is explained in detail. The electrolyte 
constituent of this invention comes to contain the liquid crystal compound which repeats the 
polysiloxane structure shown by the following general formula (I), and it has as a unit 
[0017] As shown in the following general formula (I), this specific liquid crystal compound repeats 
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the polysiloxane structure by which alkoxy substitution was carried out, and has it as a unit. This 
polysiloxane structure by which alkoxy substitution was carried out has high maneuverability, and 
since it can dissolve an electrolyte salt, without restricting a cation strongly, it can realize the cation 
transference number and ion conductivity higher than an oxyethylene machine. Thus, the 
polysiloxane structure by which alkoxy substitution was carried out serves as a medium which 
dissolves an electrolyte salt according to the principal chain, and conducts ion, it is one side, and the 
part with the upright side chain (mesomorphism substituent) brings about the macroscopic 
mechanical strength of an electrolyte constituent, without carrying out molecular association, and an 
ionic conduction medium's forming the structure base material which carried out phase separation 
micro, and reducing the maneuverability of an ionic conduction medium by mesomorphism. For this 
reason, the electrolyte constituent of this invention containing a specific liquid crystal compound is 
excellent in endurance and charge transportability ability. 



[00191 Carbon atomic numbers (henceforth, more than C) are 1-24 preferably, the inside of a general 
formula (I), and R — alkyl group [ — You may be branched-chain, even if it is 1-10 and is a straight 
chain-like, more being desirable (more than C) - For example, a methyl, ethyl, a propyl, butyl, i- 
propyl, i-butyl, Pentyl, hexyl, octyl, 2-ethylhexyl, t-octyl, desyl, dodecyl, tetradecyl, 2-hexyl desyl, 
hexadecyl, octadecyl, cyclohexyl methyl, and octyl cyclohexyl] is expressed. Furthermore, R may 
have the substituent. as a desirable substituent Carbon atomic numbers (henceforth, more than C) are 
1-24 preferably, alkyl group [ which may be replaced - You may be branched-chain, even if it is 1-10 
and is a straight chain-like, more ~ being desirable (more than C) - For example, a methyl, ethyl, a 
propyl, butyl, i-propyl, i-butyl, A pentyl, a hexyl, an octyl, 2-ethylhexyl, t-octyl, A desyl, a dodecyl, 
tetradecyl, 2-hexyl desyl, hexadecyl, Octadecyl, cyclohexyl methyl, and octyl cyclohexyl], the aryl 
group (desirable — more than C [ 6-24 ], for example, a phenyl, — ) which may be condensing the ring 
even if it has replaced 4-methylphenyl, 3-cyano phenyl, 2-chlorophenyl, 2-naphthyl, the heterocycle 
machine that may be condensing the ring even if it has replaced (the nitrogen in a ring may form 4 
class at the time of a nitrogen-containing heterocycle machine.) Preferably More than C [ 2-24 ], for 
example, 4-pyridyl, 2-pyridyl, 1-octyl pyridinium-4-IRU, 2-pyrimidyl, 2-imidazolyl, 2-thiazolyl, and 
alkoxy-group [ - desirable — more than C [ 1-24 ], for example, a methoxy, - Ethoxy ** butoxy, 
octyloxy, methoxyethoxy one, methoxy PENTA (ethyloxy), acryloyl oxyethoxy and pentafluoro 
propoxy] and an acyloxy machine (desirable - more than C [ 1-24 ], for example, acetyloxy, --) 
benzoyloxy one and an alkoxy carbonyl group (desirable ~ more than C [ 2-24 ], for example, a 
methoxycarbonyl, — ) Ethoxycarbonyl, a cyano group, a fluoro machine, an alkoxy carbonyl group, a 
cyano group, and polymerization nature machines (preferably a vinyl group, an acryloyl machine, a 
methacryloyl machine, a styryl machine, a cinnamic acid residue, etc.) are mentioned. 
[0020] L expresses single bond or a divalent connection machine among a general formula (I). As an 
example of a divalent connection machine, -(CH2) n- (n shows the integer of 1-15 here), - CH2CH2 
(OCH2CH2) N- (N Shows Integer of 1-10 Here), - CH=CH-, -CH=N-, -N=N-, -N(O) =N-, -COO-, - 
COS-, CONH-, -COCH2-, -CH2NH-, -CO-, - CH=CH-COO-, -CH=CH-CO-, -(C**C)- (N Shows 
Integer of 1-3 Here), Such Combination, Etc. are Desirable. - (CH2) n- (n shows the integer of 3-10 
here), -CH2CH2(OCH2CH2) n- (n shows the integer of 2-8 here), and such combination are still 
more desirable. 

[0021] Although a mesomorphism substituent is expressed, a meso gene machine is mentioned as a 
mesomorphism substituent, for example, the inside of a general formula (I) and A are "Flussige 
Kristalle in Tabellen II" and Dietrich. Demus and HorstZaschke and the thing of which the 7-18 
(1984). publication is done are mentioned. Especially, what is expressed with the following general 
formula (II) is desirable. 



[0018] 

[Formula 3] 
' (pR 1 




HR3C < I ) 
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[0022] 



[Formula 4] 
+Qi3i— Yn,-i 




-Use (n) 



[0023] Ylll expresses the condensed-ring substituent which consists of a divalent 4 or 7 member 
ring substituent or them among a general formula (H). Q121 and Q131 express a divalent connection 
machine or divalent single bond, respectively, n2 expresses 1, 2, or 3, and when n2 is 2 or 3, even if 
two or more Ylll, Q121, and Q131 are the same respectively, they may differ. 
[0024] Q121 and Q131 express a divalent connection machine or divalent single bond among a 
general formula (II), respectively. As an example of a divalent connection machine -CH=CH- - 
CH=N-, -N=N-, - N(0) =N-, -COO-, -COS-, -CONH-, -COCH2-, - CH2CH2-, -OCH2-, -CH2NH- - 
CH2-, -CO-, - 0-, -S-, -NH-, -(CH2)l-3-, -CH=CH-COO-, - CH=CH-CO-, -(C**C)l-3-, such ' 
combination, etc. are desirable, and -CH2-, -CO-, -0-, -CH=CH-, -CH=N-, -N=N-, and such 
combination are still more desirable. Moreover, a hydrogen atom may be replaced in these. As for 
Q121 and Q131, it is desirable that it is especially single bond. 

[0025] The inside of a general formula (H), 4, 5, 6 or 7 member ring substituent divalent in Ylll 
The condensed-ring substituent which consists of them is expressed, and it is still more desirable that 
they are the saturation of 6 member ring aromatic machine, 4, or 6 member ring or an unsaturation 
aliphatic machine, 5, 6 member ring heterocycle machines, or those condensed rings, or as these 
examples Although the following formula (Y-l) - (Y-27) a substituent are mentioned, it is not limited 
to these. Moreover, you may be such combination. The still more desirable things in these 
substituents are (Y-l), (Y-2), (Y-18), (Y-19), (Y-21), and (Y-22), and especially desirable things are 



(Y-l), (Y-2), and (Y-21). 
[0026] 
[Formula 5] 









(Y-19) 



<y -o 
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IY-231 (Y-241 (Y-25) (Y-26> 

-o 

(Y-27) (Y-2B) 

[0027] A mesomorphism substituent may have an ionicity basis and a mesomorphism substituent 
comes to form the so-called anion part and the so-called cation part, and the salt structure constituted 
in that case including the counter ion. In case a specific liquid crystal compound adjusts an 
electrolyte, it can make carrier ion the counter ion of the liquid crystal compound which is ionicity, 
because this liquid crystal substituent has salt structure. For this reason, since there is no need of 
adding carrier ion in the form of a salt, separately and mobile ion other than carrier ion is not 
contained, the transference number of carrier ion can be raised. In this case, the basis which gives 
mesomorphism as a mesomorphism substituent, for example, a meso gene machine, is contained at 
least in one side of an anion part and a cation part. The basis which gives mesomorphism may not be 
included or organic ion (an organic anion, organic cation) or inorganic ion (an inorganic anion, 
inorganic cation) is sufficient as the anion part or cation part of the direction which has not been 
directly connected with L in a general formula (I). 

[0028] The salt which consists of a salt which consists of an anion part containing a meso gene 
machine and a cation part which consists of the opposite cation as suitable concrete composition of a 
mesomorphism substituent or a cation part containing a meso gene machine, and an anion part which 
consists of the opposite anion is mentioned. It comes to connect either these anions part and a cation 
part with L in a general formula (I). 

[0029] When a meso gene machine is included in a cation part, structure desirable as the cation part 
(substituent with a positive charge) is a general formula (Ill-a) or (EH-b) (IH-c) structure expressed. As 
for a meso gene machine, at this time, it is desirable to be contained as a substituent of Ryl-Ry5 in 
general formula (m-a) - (III-c), or Qyl. Moreover, it is desirable to be contained as the atomic groups 
Ryl-Ry5 which consist of a repeat unit shown by the aforementioned general formula (I), or a 
substituent of Qyl. 
[0030] 
[Formula 6] 



I 



TY 

,Ry» RV4 

a (m-a) £ (m-b) a (m- C ) 



Ry 3 



[0031] Qyl of a general formula (Ill-a) expresses the atomic group which can form the aromatic 
cation of 5 or 6 member ring with a nitrogen atom, and Ry 1 expresses the alkenyl machine which is 
not replaced [ the alkyl group which is not replaced / substitution or /, a polymerization nature 
machine, substitution, or ]. 

[0032] Ayl of a general formula (m-b) expresses a nitrogen atom or the Lynn atom, and Ry2, Ry3, 
Ry4, and Ry5 express respectively the alkenyl machine which is not replaced [ the alkyl group which 
is not replaced / substitution or /, a polymerization nature machine, substitution, or ] independently. 
However, Ry2, Ry3, Ry4, and Ry5 are not aryl groups simultaneous [ three or more ]. Moreover, two 
or more of Ry2, Ry3, Ry4, and Ry5 may form the un-aromatic ring which connects mutually and 
contains Ayl. 

[0033] Respectively, independently, Ryl, Ry2, Ry3, Ry4, Ry5, and Ry6 of a general formula (m-c) 
may express the alkenyl machine which is not replaced [ the alkyl group which is not replaced / 
substitution or /, a polymerization nature machine substitution, or ], among those two or more may 
connect them mutually, and they may form a ring structure. 

[0034] A general formula (m-a), (m-b), and (IH-c) the cation expressed may form a polymer through 
Qyl,orRyl-Ry6. 
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[0035] The composition atom of the atomic group Qyl which can form the cation of aromatic series 5 
or 6 member rings with nitrogen is preferably chosen from carbon, hydrogen, nitrogen, oxygen, and 
sulfur among a general formula (ffl-a). 

[0036] As 6 member rings completed by Qyl, it is a pyridine, a pyrimidine, a pyridazine, a pyrazine, 
and triazine preferably, and is a pyridine more preferably. 

[0037] As a aromatic-series 5 member ring completed by Qyl, it is an oxazole, a thiazole, an 
imidazole, a pyrazole, an isoxazole, thiadiazole, an OKISA diazole, and a triazole, and they are an 
oxazole, a thiazole, and an imidazole more preferably. An oxazole and an imidazole are especially 
desirable. 

[0038] A general formula (ffl-a), and (ffl-b) (ffl-c) inner Ryl-inner Ry6 It is the alkyl group (carbon 
atomic numbers (henceforth, more than C) are 1-24 preferably) which is not replaced [ substitution 
or ] independently respectively. Even if it is a straight chain-like, it may be branched-chain, and you 
may be a ring type. For example, a methyl, ethyl, a propyl, butyl, i-propyl, a pentyl, A hexyl, an octyl 
2-ethylhexyl, t-octyl, a desyl, A dodecyl, tetradecyl, 2-hexyl desyl, octadecyl, cyclohexyl, cyclopentyl 
and a polymerization nature machine (desirable - a vinyl group and an acryloyl machine --) Alkenyl 
machines which are not replaced [ substitution or ], such as a methacryloyl machine, a styryl machine 
and a cinnamic acid residue (more than are 2-24 in C preferably) Even if it is a straight chain-like, it ' 
may be branched-chain, for example, a vinyl and an allyl compound are expressed, the alkyl group of 
more than C 3-18 or the alkenyl machine of more than C 2-18 is expressed preferably, and the alkyl 
group of more than C 4-6 is expressed more preferably. 

[0039] A general formula (ffl-a), inner Qyl, and Ryl-Ry6 may have the substituent. as an example of 
a desirable substituent a halogen atom (F, CI, Br, I), a cyano group, and an alkoxy group (a methoxy - 
-) Ethoxy ** butoxy, octyloxy, methoxyethoxy one, methoxy PENTA (ethyloxy), Aryloxy machines 
such as acryloyl oxyethoxy and pentafluoro propoxy one (phenoxy etc.), alkyl thio machines (a 
methylthio, ethyl thio, etc.) and an acyl group (an acetyl --) sulfonyl machines (a methane sulfonyl -), 
such as a propionyl and a benzoyl An acyloxies machine, such as benzenesulphonyl (acetoxy, 
benzoyloxy, etc.), A sulfonyloxy machine (methane sulfonyloxy, toluenesulfonyloxy, etc.), 
phosphonyl groups (diethyl phosphonyl etc.) and an amide group (acetylamino --) carbamoyl groups 
(N and N-dimethyl carbamoyl -), such as a benzoyl amide alkyl groups (a methyl, ethyl, and a propyl 
--), such as N-phenylcarbamoyl An isopropyl, a cyclo propyl, butyl, 2-carboxy ethyl, a benzyl, etc., 
aryl groups (a phenyl, toluyl, etc.) and a heterocycle machine (for example, pyridyl --) Alkenyl 
machines, such as imidazolyl and furanyl (a vinyl, 1-propenyl, etc.), An alkoxy-group acyloxy 
machine (acetyloxy, benzoyloxy, etc.), Alkoxy carbonyl groups (a methoxycarbonyl, ethoxycarbonyl, 
etc.) and polymerization nature machines (preferably a vinyl group, an acryloyl machine, a 
methacryloyl machine, a styryl machine, a cinnamic acid residue, etc.) are mentioned. 
[0040] When a meso gene machine is included in a cation part, as the opposite anion preferably As an 
inorganic anion, a halogen anion (C1-, Br-, I-), an iodine trimer anion (I3-), NCS-, BF4- PF6- 04C1- 
Ph4B-, AsF6-, SbF6-, and B10CU0-, It is desirable to be chosen from the group which consists of an' 
anion which a sulfonamide, disulfon imide, N-acyl sulfonamide, a carboxylic acid, a sulfonic acid 
alcohol, an activity methylene, and activity methine dissociated as an organic anion. It is chosen from 
the group which consists of an iodine anion (I-, I3-) and an anion which a sulfonamide, disulfon 
imide, N-acyl sulfonamide, a carboxylic acid, a sulfonic acid, alcohol, an activity methylene, and 
activity methine dissociated as an organic anion more preferably. As an iodine anion I3-) and an 
organic anion, still more preferably A sulfonic acid, the anion (for example, (CnF2n+lS02) 
(CmF2m+lS02), imido anion expressed with N- (n --)) which disulfo nil imide and N-acyl 
sulfonamide dissociated m is chosen from the group which consists of six or less positive integer, a 
fluorosulfonic-acid anion (n is six or less positive integer) expressed with CnF2n+lS03- 
respectively. It is an iodine anion (I-, I3-) especially preferably. This iodine anion is advantageous 
when using a specific liquid crystal compound as an electrolyte use for solar batteries from which 
iodine ion serves as a carrier. 

[0041] When a meso gene machine is included in an anion part, things desirable as the anion part 
(substituent with a negative charge) are a sulfonamide, disulfon imide, N-acyl sulfonamide, a 
carboxylic acid, a sulfonic acid, alcohol, an activity methylene, and the anion in which activity 
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methine carried out proton dissociation. 

[0042] When a meso gene machine is included in an anion part, as the above-mentioned general 
formula (Ill-a) and (lH-b) (DI-c) the cation of the structure expressed, and an inorganic cation, a 
lithium ion is suitably mentioned as an organic cation preferably as the opposite cation. A lithium ion 
is suitable also especially in these. This lithium ion is advantageous when using a specific liquid 
crystal compound as a lithium ion battery or an electrolyte for lithium cells. 

[0043] It is desirable that an alkyl group or an alkenyl machine is included as a basis which connects 
with a mesomorphism substituent (the counter ion is also included when it has an ionicity basis) the 
organic ion which shows an end group or a meso gene machine, and ionicity. As for the carbon 
number of these alkyl groups or an alkenyl machine, 6 to 25 is desirable, and 6 to 18 is still more 
desirable. Moreover, you may have the substituent and what was mentioned above as a substituent in 
R of a general formula (I) as a desirable substituent is mentioned. 

[0044] As a mesomorphism substituent, when using the electrolyte constituent of this invention for a 
lithium ion battery or a lithium cell use, especially desirable composition is an anion part in which the 
part connected with L in a general formula (I) contains a meso gene machine, and is the composition 
that the counter ion used as the cation part is a lithium ion. On the other hand, when using for the 
solar-battery use from which iodine ion serves as a carrier, it is desirable that it is the composition 
that the opposite anion which the part connected with L in a general formula (I) is a cation part 
containing a meso gene machine, and serves as the anion part is iodine ion. 

[0045] As a mesomorphism substituent, pKa of the conjugate acid of an anion part is desirable from a 
viewpoint which raises the dissociation concentration of the ion (for example, a lithium ion, iodine 
ion, etc.) from which it becomes a carrier in an electrolyte that it is 1 1 or less, and it is still more 
desirable that it is seven or less. 

[0046] Although the example P-l to P-28 of the polysiloxane structure shown by the general formula 
(I) is shown hereafter, this invention is not necessarily limited to these examples. In addition, let the 
liquid crystal compound which repeats the structure shown by this example and it has as a unit be the 
instantiation compound P-l to P-28. 
[0047] 
[Formula 7] 
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[0049] 
[Formula 9] 
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[0050] 

[Formula 10] 
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[0051] 

[Formula 11] 
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[0052] A specific liquid crystal compound may be a high molecular compound obtained by having a 
polymerization nature machine and carrying out the polymerization of them. The radical 
polymerization method which is a general macromolecule synthesis method indicated by the 
laboratory procedure (Kagaku-Dojin) of Takayuki Otsu and Kinoshita **** 
collaboratiommacromolecule composition, Takayuki Otsu:lecture polymerization-reaction theory 1 
radical polymerization (I), and (Kagaku-Dojin) as a polymerization method which this high molecular 
compound obtains can be used. The thermal polymerization initiator which there are a thermal 
polymerization method using a thermal polymerization initiator and the photopolymerizing method 
using a photopolymerization initiator, and is used preferably For example, 2 and 2'-azobis 
(isobutyronitrile), 2, and 2'-azobis (2,4-dimethylvaleronitrile), Azo system initiators, such as a 
dimethyl 2 and 2'-azobis (2-methyl propionate), For the example of the photopolymerization initiator 
which peroxide system initiators, such as benzoyl peroxide, etc. are contained and is used preferably 
alpha-carbonyl compound (U.S. JP,23676613 - said - each specification publication of No. 
2367670) - The acyloin ether (U.S. JP,244828,B specification publication), alpha-hydrocarbon 
substitution aromatic acyloin compound (U.S. JP,27225123 specification publication), a polynuclear 
quinone compound (U.S. JP,30461273 - said - each specification publication of No. 2951758) - 
The combination of a triaryl imidazole dimer and p-aminophenyl ketone (U.S. JP,354936763 
specification publication), An acridine, a phenazine compound (JP,60-105667,A, the U.S. 
JP,4239850,B specification publication), and an OKISA diazole compound (U.S. JP,4212970,B 
specification publication) are contained. The desirable addition of a polymerization initiator is below 
20 mass % more than 0.01 mass % to a monomer (salt) total amount, and is below 10 mass % more 
than 0.1 mass % still more preferably. The desirable molecular weight (number average molecular 
weight) of the macromolecule obtained by the polymerization is 5,000-1 million, when monomers 
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(salt) are single organic functions, and it is 10,000-500,000 still more preferably. Moreover when the 
case of polyfunctional monomer (salt) or a cross Unking agent is used, the polymer of the above- 
mentioned molecular weight forms the 3-dimensional network structure. 
[0053] When using the electrolyte constituent of this invention for the electrolyte of a 
photoelectrochemical cell, it is desirable to use the electrolyte constituent containing I- and 13- as a 
charge earner, and it can add them in the form of arbitrary salts. As an opposite cation of a desirable 
iodine salt, the above-mentioned general formula (Hl-a) or (HI-b) (HI-c) the thing expressed is 
mentioned. As for an 13-salt, it is common to add iodine (12) to the bottom of I-salt existence and to 
make it generate m an electrolyte constituent. Added 13- of 12 and the amount of said generates in that 
case. 

[0054] The concentration of I- in the electrolyte constituent of this invention has desirable 10 - 90 
mass %, and its 30 - 70 mass % is still more desirable. It is desirable that all the components of the 
remainder in that case are specific liquid crystal compounds. In addition, this concentration is the 
concentration also containing this, when I- is contained as a counter ion in the aforementioned 
specific liquid crystal compound. 

[0055] It is more desirable that it is [ 0.1-20 mol ] %, as for I3-, it is desirable that it is [ 0.1-50 mol / 
of I- ] % and it is / it is still more desirable that it is / 0.5-10 mol / %, and / most desirable that it is / 
0 5-5 mol / %. In addition, this rate is this ****** rate, when 13- is contained as a counter ion in the 
aforementioned specific liquid crystal compound. 

[0056] The fused salt which may also contain still more nearly another fused salt in the electrolyte 
crastituent of this invention, and is used preferably The aforementioned general formula (Dl-a) and 

I™ Knl Sh ° Wn ° rganic cation and ****** anions are combined, as an anion Halogenide ion 
SCN- (C1-, Br-, etc.), BF4-, PF6-, C104-, 2 (CF3S02)N-, 2 (CF3CF2S02)N-, CH3S03-, CF3S03-, ' 
CF3COO-, Ph4B-, 3(CF3S02) C-, etc. are mentioned as a desirable example, and SCN- CF3S03- ' 
CF3COO-, 2 (CF3S02)N-, and BF4- are mentioned still more preferably. Moreover, it is desirable' 
that alkah-metal salts, such as Lil, CF3COOLi, CF3COONa, LiSCN, and NaSCN, are especially 
included from a viewpoint on the photoelectrical flow direction. As for the addition of an alkali-metal 

SSiS£ ? aWe k iS 3 0 02 " 2 maSS % and its 0.1 - 1 mass % is still more desirable 
[0057] To the electrolyte constituent of this invention, metal iodides, such as Lil, Nal, KI, Csl and 
CaI2, The iodine salt of the 4th class imidazohum compound, the iodine salt of a 
tetraalkylammonium compound, Metal bromides, such as Br2, LiBr, NaBr, KBr, CsBr and CaBr2 
Or the bromine salt of the 4th class ammonium compounds, such as Br2, a tetrapod alkylammonium 
star s picture, and a pyridinium star's picture Sulfur compounds, such as metal complexes such as a 
ferrocyanic-acid salt-ferricyanic-acid salt and a ferrocene-ferricinium ion, the poly sodium sulfide 
and alkyl thiol-alkyl disulfide, viologen coloring matter, a hydroquinone-quinone, etc. are made to 
contain and can also be used. When making it contain, as for the amount of these compounds used it 
is desirable that it is below 30 mass % of the whole electrolyte constituent. 
[0058] the liquid crystal compound and ** of the aforementioned specification in the electrolyte 
constituent of this invention - ** - a solvent can both be preferably used to this compound and a 
homogeneous amount at the maximum 

[0059] As for the solvent used for the electrolyte constituent of this invention, it is desirable for a 
dielectnc constant to be high in improving ionic mobility low, and for viscosity to be the compound 
which improves effective carrier concentration and can discover the outstanding ion conductivity As 
such a solvent, carbonate compounds, such as ethylene carbonate and propylene carbonate 
Heterocyclic compounds, such as 3-methyl-2-oxazohdinone, a dioxane, Ether compounds,'such as 
dietiiy ether, ethylene glycol dialkyl ether, The propylene-glycol dialkyl ether, the polyethylene-glycol 
dialkyl ether, Chain-like ether, such as the polypropylene-glycol dialkyl ether, A methanol, ethanol 
ethylene glycol monoalkyl ether, Propylene-glycol monoalkyl ether, polyethylene-glycol monoalkyl 
ether, Alcohols, such as polypropylene-glycol monoalkyl ether, Ethylene glycol, a propylene glycol a 
polyethylene glycol, Polyhydric alcohol, such as a polypropylene glycol and a glycerol an ' 
acetonitrile, Guru taro dinitrile, a methoxy acetonitiile, a propionitrile, Non-proton polar substances 
such as ester, such as nitryl compounds, such as a benzonitrile, a carboxylate, phosphoric ester and' 
phosphonate, a dimethyl sulfoxide, and a sulfolane, water, etc. can be used. Also in this, nitryl ' 
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compounds, such as heterocyclic compounds, such as carbonate compounds, such as ethylene 
carbonate and propylene carbonate, and 3-methyl-2-oxazolidinone, an acetonitrile, guru taro dinitrile, 
a methoxy acetonitrile, a propionitrile, and a benzonitrile, and especially ester are desirable. Even if it 
uses these independently, they may use two or more sorts together. 

[0060] As a solvent, the boiling point [ in / an ordinary pressure (one atmospheric pressure) / at the 
viewpoint of the improvement in endurance by volatility-proof ] has desirable 200 degrees C or more, 
its 250 degrees C or more are more desirable, and its 270 degrees C or more are still more desirable. 
[0061] in using the electrolyte constituent of this invention for electrochemical cells, such as a 
lithium ion battery, at least one kind of the compound in an electrolyte constituent contains a lithium 
element (ion) — although it comes out and a certain compound is used suitably, as concentration of a 
lithium element (ion), 5 % of the weight - 100 % of the weight is desirable, and 60 % of the weight is 
still more desirable from 20 % of the weight 

[0062] The electrolyte constituent of this invention can be used for reaction solvents, such as a 
chemical reaction and metal plating, a CCD (charge-coupled device) camera, various electrochemical 
cells (the so-called cell), an electrochemistry sensor, a photoelectrical evaporation study sensor, etc. It 
is more desirable for it to be preferably used for a non-water rechargeable battery (especially lithium 
secondary battery) and the photoelectrochemical cell using the semiconductor mentioned later, and to 
be used for a photoelectrochemical cell. 

[0063] The electrochemical cell of this invention which used the electrolyte constituent of this 
invention below for the [electrochemical cell] is explained. Since the electrochemical cell of this 
invention contains the electrolyte constituent of the aforementioned this invention, it shows the 
outstanding endurance and outstanding ion conductivity. 

[0064] Except the electrochemical cell of this invention containing the electrolyte constituent of the 
aforementioned this invention as an electrolyte, there is especially no limit and it can take general 
composition. A general electrochemical cell becomes by composition which sandwiched the 
electrolyte by the operation pole and the counter electrode, and corresponding to the oxidization 
(reduction) reaction which occurs by operation best quality, and the reduction (oxidization) reaction 
which occurs by the counter electrode, when the carrier ion in an electrolyte moves between two 
poles, it functions. In the case of the photoelectrochemical cell mentioned later, in the case of the 
electrode (for example, coloring matter sensitization semiconductor electrode) and rechargeable 
battery from which an operation pole produces electromotive force by optical pumping, the active 
material which can carry out insertion discharge of the lithium ion in connection with oxidation 
reduction is used by an operation pole (usually called a positive electrode) and the counter electrode 
(usually called a negative electrode). 

[0065] The photoelectrochemical cell of this invention which used the electrolyte constituent of this 
invention below for the [photoelectrochemical cell] is explained. The photoelectrochemical cell of 
this invention has the charge transporting bed which contains an electrolyte constituent on a 
conductive base material, a photosensitive layer containing the semiconductor by which sensitization 
was carried out with coloring matter, and a counter electrode, and it constitutes them so that the 
optoelectric transducer explained to the so-called following may be made to work in an external 
circuit. The photoelectrochemical cell of this invention shows the outstanding endurance with small 
degradation of the cell performance in the passage of time while it is excellent in a photo-electric- 
translation performance, since the aforementioned charge transporting bed contains the electrolyte 
constituent of this invention. 

[0066] [1] An example of an optoelectric transducer applicable to this invention at optoelectric- 
transducer drawing 1 is shown. A conductive layer 12, an under coat 14, a photosensitive layer 16, 
the charge transporting bed 18, and the counter electrode conductive layer 20 come to carry out the 
laminating of the optoelectric transducer 10 one by one. A photosensitive layer 16 turns into the 
semiconductor layer 24 which carried out sensitization with coloring matter d from the charge 
transportation material t. The semiconductor layer 24 is a porous layer which consists of a 
semiconductor particle s, the opening was formed between the semiconductor particles s and the 
charge transportation material t has permeated this opening. The charge transportation material t 
consists of the same component as the material used for the charge transporting bed 18. Under the 
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conductive layer 12, the substrate 28 is arranged on the substrate 26 and the counter electrode 
conductive layer 20. Substrates 26 and 28 may be for giving intensity, and may not be in an 
optoelectric transducer. Moreover, on the boundary of each layer, for example, the boundary of a 
conductive layer 12 and a photosensitive layer 16, the boundary of a photosensitive layer 16 and the 
charge transporting bed 18, and the boundary of the charge transporting bed 18 and the counter 
electrode conductive layer 20, the constituents of each class may be carrying out diffusive mixing 
mutually. In addition, a conductive layer 12, a substrate 26, and/or the counter electrode conductive 
layer 20 and substrate 28 of the side which may carry out incidence of the light to an optoelectric 
transducer 10 from either or both sides, and carries out incidence of the light to it can consist of 
material which has light-transmission nature, respectively. 

[0067] Next, an operation of an optoelectric transducer 10 is explained. In addition, the case where 
the semiconductor particle s is n type is explained. If light carries out incidence to an optoelectric 
transducer 10, the light which carried out incidence will reach a photosensitive layer 16, will be 
absorbed with coloring matter d etc., and will generate the coloring matter d of an excitation state. 
The excited coloring matter d passes the electron of a high energy to the conduction band of the 
semiconductor particle s, and it becomes an oxidant itself. The electron from which it moved to the 
aforementioned conduction band reaches a conductive layer 12 by the network of the semiconductor 
particle s. Therefore, a conductive layer 12 has an electronegative potential to the counter electrode 
conductive layer 20. In the mode which used the optoelectric transducer 10 for the photoelectric cell, 
if this photoelectric cell is connected with an external circuit, the electron in a conductive layer 12 
will reach the counter electrode conductive layer 20, working in an external circuit. The generated 
reductant (for example, I3-) returns the oxidant of coloring matter d, and returns an electron while it 
returns this electrolyte component (for example, I-), when charge transportation material is an 
electrolyte. By continuing irradiating light, a series of reactions occur succeedingly and can take out 
the electrical and electric equipment. 

[0068] Hereafter, an usable material and its formation method are explained to each class of the 
aforementioned optoelectric transducer. In addition, below, when calling it "a conductive base 
material", it is accepted conductive-layer 12, and although it consists of a conductive layer 12 and a 
substrate 26 which it is arbitrary and is prepared, when calling it a "counter electrode" including both 
sides, it is accepted counter electrode conductive-layer 20, and both sides are included although it 
consists of a counter electrode conductive layer 20 and a substrate 28 which it is arbitrary and is 
prepared. 

[0069] (A) A conductive base material conductivity base material consists of the monolayer of (1) 
conductive layer or (2) conductive layers, and two-layer [ of a substrate ]. In the case of (1), material 
at which intensity and sealing performance are fully maintained as a conductive layer is used, for 
example, a metallic material (alloys containing these, such as platinum, gold, silver, copper, zmc 
titanium, and aluminum) can be used. In the case of (2), the substrate which has the conductive layer 
which contains an electric conduction agent in a photosensitive-layer side can be used. As a desirable 
electric conduction agent, a metal (for example, alloys containing these, such as platinum, gold, 
silver, copper, zinc, titanium, aluminum, and an indium), carbon, or conductive metallic oxides'(what 
doped a fluorine or antimony to an indium-tin multiple oxide and the tin oxide) are mentioned. The 
thickness of a conductive layer has desirable about 0.02-10 micrometers. 

[0070] A conductive base material is so good that surface electrical resistance is low. The ranges of 
desirable surface electrical resistance are below 50ohms / **, and are below 20ohms / ** still more 
preferably. 

[0071] When irradiating light from a conductive base material side, as for a conductive base material, 
it is desirable that it is substantially transparent. It means substantially that permeability is it 10% or ' 
more that it is transparent in some or the whole region of light of a visible - near infrared region (400- 
1200nm), it is desirable that it is 50% or more, and 80% or more is more desirable. It is desirable that 
thepermeability of the wavelength region where a photosensitive layer has sensitivity especially is 

[0072] What formed the transparent conductive layer which consists of a conductive metallic oxide in 
the front face of transparent substrates, such as glass or plastics, by an application or vacuum 

http://www4.ipdl.jpo.go.jp/cgi-bin/tran_web_cgi_ejje 6/4/2003 



Page 14 of 33 

evaporationo as a transparent conductivity base material is desirable. A thing desirable as a 
transparent conductive layer is the 2 tin oxide or indium-stannic-acid ghost (ITO) which doped a 
fluorine or antimony. A transparent polymer film besides glass substrates, such as an advantageous 
soda glass and an alkali free glass without the influence of alkali elution, can be used for a transparent 
substrate in respect of a low cost and intensity. As a material of a transparent polymer film, there is a 
triacetyl-cellulose (TAC), polyethylene-terephthalate (PET), polyethylenenaphthalate (PEN), 
syndiotactic polystyrene (SPS), polyphenylene-sulfide (PPS), polycarbonate (PC), polyarylate (PAr), 
polysulfone (PSF), polyester sulfone (PES), polyimide (PI), polyether imide (PEI), annular 
polyolefine, and bromine-ized phenoxy etc. In order to secure sufficient transparency, as for the 
coverage of a conductive metallic oxide, it is desirable to consider as per [ 0.01-100g ] two lm of 
base materials of glass or plastics. 

[0073] It is desirable to use a metal lead in order to lower resistance of a transparent conductivity 
base material. The quality of the material of a metal lead has desirable metals, such as platinum, gold, 
nickel, titanium, aluminum, copper, and silver. As for a metal lead, it is desirable to install in a 
transparent substrate by vacuum evaporationo, sputtering, etc., and to prepare on it the transparent 
conductive layer which consists of the conductive tin oxide or a conductive ITO film. The fall of the 
amount of incident lights by metal lead installation may be 1 - 5% more preferably less than 10%. 
[0074] (B) The photosensitive-layer aforementioned photosensitive layer absorbs light, performs 
charge separation, and has the function which produces an electron and an electron hole. The 
aforementioned photosensitive layer contains the semiconductor by which coloring matter 
sensitization was carried out. With the semiconductor by which coloring matter sensitization was 
carried out, generating of an optical absorption, the electron by this, and an electron hole takes place 
mainly in coloring matter, and a semiconductor bears the role which receives and transmits this 
electron (or electron hole). As for the semiconductor used by this invention, it is desirable that it is 
the n-type semiconductor which gives an anode current by a conductor electron serving as a carrier 
under optical pumping. 

[0075] (1) The compounds (for example, a strontium titanate, titanic-acid calcium, titanic-acid 
sodium, a barium titanate, a niobic-acid potassium, etc.) which have silicon, an element 
semiconductor like germanium, a III-V system compound semiconductor, metaled chalcogenide (for 
example, an oxide, a sulfide, selenides, or those composites etc.), or a perovskite structure as a 
semiconductor semiconductor can be used. 

[0076] As chalcogenide of a desirable metal, the oxide of titanium, tin, zinc, iron, a tungsten, a 
zirconium, a hafnium, strontium, an indium, a cerium, an yttrium, a lanthanum, vanadium, niobium, 
or a tantalum, cadmium, zinc, lead, silver, antimony or the sulfide of a bismuth, cadmium or a leaden 
selenide, the telluride of cadmium, etc. are mentioned. As other compound semiconductors, the 
selenide of phosphides, such as zinc, a gallium, an indium, and cadmium, a gallium arsenide, or a 
copper-indium, the sulfide of a copper-indium, etc. are mentioned. Furthermore, the composite 
expressed with MxOySz or MlxM2yOz (the number [ metallic element ] of combination with which 
an oxygen atom, x, and y and z become as for M, Ml, and M2, and, as for O, a valence becomes 
neutral, respectively) can also be used preferably. 

[0077] The desirable example of the semiconductor used for this invention Si, Ti02, Sn02, Fe 203, 
W03, ZnO, Nb 205, CdS, ZnS and PbS, Bi2S3, CdSe, CdTe, They are SrTi03, GaP, InP, GaAs, 
CuInS2, and CuInSe2 grade. More preferably Ti02, ZnO, Sn02, Fe203, W03, Nb205, CdS, It is 
PbS, CdSe, SrTi03 and InP, GaAs, and CuInS2 and CuInSe2, is Ti02 and Nb 205 especially 
preferably, and is Ti02 most preferably. Ti02 which includes an anatase type crystal 70% or more is 
desirable especially desirable, and Ti02 is Ti02 of 100% anatase type crystal. Moreover, it is the 
purpose which raises the electronic conductivity in these semiconductors, and it is also effective to 
dope a metal. As a metal to dope, divalent and a trivalent metal are desirable. It is the purpose which 
prevents that a reverse current flows from a semiconductor to a charge transporting bed, and it is also 
effective to dope a univalent metal to a semiconductor. 

[0078] Although a single crystal or a polycrystal is sufficient as the semiconductor used for this 
invention, from viewpoints, such as a manufacturing cost, raw-material reservation, and an energy 
pay back time, a polycrystal is desirable and especially the porous membrane that consists of a 
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semiconductor particle is desirable. Moreover, the amorphous portion may be included in part. 
[0079] Although the particle size of a semiconductor particle is generally the order of nm-mu m, as 
for the mean particle diameter of the primary particle which asked for projected area from the 
diameter when converting into a circle, it is desirable that it is 5-200nm, and its 8-100nm is more 
desirable. Moreover, the mean particle diameter of the semiconductor particle in dispersion liquid 
(aggregated particle) has desirable 0.01-30 micrometers. It is lOnm or less preferably [ may mix two 
or more kinds of particles from which a particle size distribution differs, and / that the average size of 
a small particle is 25nm or less in this case ], and more preferably. Particle size is big, for example, it 
is also desirable to mix a semiconductor particle (lOOnm or more and about 300nm) in order to 
scatter an incident light and to raise the rate of optical capture. 

[0080] You may be two or more sorts of mixtures from which the kind of semiconductor particle also 
differs. When mixing and using two or more sorts of semiconductor particles, as for one sort it is 
desirable that they are Ti02, ZnO, Nb 205, or SrTi03. Moreover, it is desirable that they are' Sn02, 
Fe 203, or W03 as one more sort. As a still more desirable combination, combination, such as ZnO 
Sn02, ZnO and W03, or ZnO, Sn02, W03, can be mentioned. When mixing and using two or more 
sorts of semiconductor particles, each particle size may differ. The particle size of the semiconductor 
particle mentioned especially at the one above-mentioned item is large, and combination with the 
small semiconductor particle mentioned henceforth [ 2 items ] is desirable. The particle of a desirable 
large particle size is lOOnm or more, and the particle of a small particle size is 15nm or less in 
combination. 

[0081] a sol-gel method given [ as a method of producing a semiconductor particle ] in "the thin- 
layer-coating technology by the sol-gel method" (1995) etc. of the company (1998) of the "science of 
sol-gel method" AGUNE ** style of ********, and a technical-information association, and 
"composition of the monodisperse particle by the new synthesis method gel-sol method and size 
gestalt control" of Tadao Sugimoto - wait - ****, the 35th volume, No. 9, and the gel-sol method of 
a 1012-1018 pages (1996) publication Moreover, the method of producing an oxide for the chloride 
which Degussa developed by elevated-temperature hydrolysis in an acid hydrogen salt is also 
desirable. 

[0082] Although each of above-mentioned sol-gel methods, gel-sol methods, and elevated- 
temperature adding-water part solution methods in the inside of the acid hydrogen salt of a chloride is 
desirable when a semiconductor particle is titanium oxide, the sulfuric-acid method and chlorine 
method of a publication can also be further used for "titanium oxide physical-properties and applied- 
technology" Gihodo Shuppan Co., Ltd. (1997) of the Seino study. The method of Barbe's and others 
journal OBU American ceramic society, the 80th volume, No. 12, and a 3157-3171 pages (1997) 
publication and the method of Burnside's and others chemistry OBU MATERIARUZU, the 10th 
volume, No. 9, and a 2419-2425-page publication are also still more desirable as a sol-gel method. 
[0083] (2) The semiconductor particle layer aforementioned semiconductor is used with the gestalt of 
the semiconductor particle layer formed for example, on the aforementioned conductive base 
material. In order to apply a semiconductor particle on a conductive base material, the above- 
mentioned sol-gel method etc. can also be used besides the method of applying the dispersion liquid 
or the colloidal solution of a semiconductor particle on a conductive base material. When mass- 
production-izing of an optoelectric transducer, the physical properties of semiconductor particle 
liquid, the versatility of a conductive base material, etc. are taken into consideration, the wet film 
production method is comparatively advantageous. As the wet film production method, the applying 
method, print processes, an electrolytic-deposition method, and an electrodeposition process are 
typical. Moreover, the SPD method which sprays the metallic-oxide precursor pyrolyzed on the 
method of carrying out vacuum evaporationo by the method (the LPD method) of depositing by the 
liquid phase by the ligand exchange etc., the spatter, etc., CVD, or the warmed substrate from the 
method of oxidizing a metal and a metal solution, and forms a metallic oxide can also be used. 
[0084] In case the method of distributing while grinding using the method and mill which are mashed 
with the mortar other than the above-mentioned sol-gel method as a method of producing the 
dispersion liquid of a semiconductor particle, or a semiconductor is compounded, the method of 
depositing as a particle and using it as it is in a solvent, etc. is mentioned. 
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[0085] As a dispersion medium, water or various kinds of organic solvents (for example, a methanol, 
ethanol, isopropyl alcohol, a citronellol, terpineol, a dichloromethane, an acetone, an acetonitrile, 
ethyl acetate, etc.) are mentioned. You may use polymer like a polyethylene glycol, a hydroxyethyl 
cellulose, and a carboxymethyl cellulose, a surfactant, an acid, or a chelating agent as a distributed 
assistant if needed in the case of distribution. Since the semiconductor layer which regulation of the 
viscosity of dispersion liquid is attained and cannot separate further easily due to changing the 
molecular weight of a polyethylene glycol can be formed or the voidage of a semiconductor layer can 
be controlled, it is desirable to add a polyethylene glycol. 

[0086] As the method of application, the slide hopper method given in application and the wire bar 
methods currently indicated by JP,58-4589,B as that by which metering is made into the same 
portion, such as the air knife method and the blade method, U.S. JP,2681294,B, said 2761419 
numbers, said 2761791 numbers, etc., the extrusion method, the curtain method, etc. are desirable as 
metering systems, such as a roller and the dipping method, as an application system. Moreover, the 
spin method and a spray method are also desirable as a general aviation. As the wet printing method, 
letterpress, offset, and the three major print processes of gravure are begun, and intaglio printing, the 
rubber version, screen-stencil, etc. are desirable. According to liquid viscosity or wet thickness, the 
desirable film production method is chosen from these. 

[0087] The layer of a semiconductor particle can carry out the multilayer application of the dispersion 
liquid of the semiconductor particle from which not only a monolayer but particle size is different, or 
can also carry out the multilayer application of the application layer containing the semiconductor 
particle (or a different binder, a different additive) from which a kind differs. When thickness is 
insufficient, the multilayer application is effective at a one-time application. 
[0088] Since the amount of support coloring matter per unit projected area increases so that 
semiconductor particle layer thickness (it is the same as the thickness of a photosensitive layer) 
generally becomes thick, although the rate of capture of light becomes high, since the generated 
diffusion length of electron increases, the loss by charge reunion also becomes large. Therefore, the 
thickness with a desirable semiconductor particle layer is 0.1-100 micrometers. When using for a 
photoelectric cell, semiconductor particle layer thickness has desirable 1-30 micrometers, and its 2-25 
micrometers are more desirable. The coverage which receives per two lm of base materials of a 
semiconductor particle has 0.5-desirable lOOg, and 3-its 50g are more desirable. 
[0089] Heat-treating is desirable, in order to raise improvement in paint film intensity, and adhesion 
with a base material, while contacting semiconductor particles electronically, after applying a 
semiconductor particle on a conductive base material. The range of desirable heating temperature is 
40 degrees C or more 700 degrees C or less, and is 100 degrees C or more 600 degrees C or less more 
preferably. Moreover, heating time is 10 minutes - about 10 hours. When using the low base material 
of the melting point or softening temperature like a polymer film, high temperature processing is not 
desirable in order to cause degradation of a base material. Moreover, it is desirable that it is low 
temperature (for example, 50-350 degrees C) as much as possible also from the viewpoint of cost. 
Low temperature-ization can also be performed by becoming possible by the small semiconductor 
particle 5nm or less, heat-treatment under existence of a mineral acid and a metallic-oxide precursor, 
etc., and impressing irradiation of ultraviolet rays, infrared radiation, microwave, etc., electric field, 
and an ultrasonic wave. It is desirable to use together for the purpose which removes the unnecessary 
organic substance etc. simultaneously, combining suitably heating besides the above-mentioned 
irradiation or impression, reduced pressure, oxygen plasma treatment, pure water washing, solvent 
cleaning, gas scrubbing, etc. 

[0090] It is the purpose which the surface area of a semiconductor particle is increased, or raises the 
purity near the semiconductor particle after heat-treatment, and raises the electron-injection efficiency 
from coloring matter to a semiconductor particle, for example, chemical-plating processing using 
titanium-tetrachloride solution and electrochemical plating processing using titanium-trichloride 
solution may be performed. Moreover, it is the purpose which prevents that a reverse current flows 
from a semiconductor particle to a charge transporting bed, and it is effective to also make the low 
organic substance of electronic conductivity other than coloring matter stick to a particle front face. 
The object which has a hydrophobic radical as the organic substance made to adsorb is desirable. 
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[0091] As for a semiconductor particle layer, it is desirable to have a large surface area so that much 
coloring matter can be adsorbed. As for the surface area in the state where the layer of a 
semiconductor particle was applied on the base material, it is desirable that they are 10 or more times 
to projected area, and it is desirable that they are further 100 or more times. Although especially a 
limit does not have this upper limit, they are usually about 1000 times. 
[0092] (3) If it is the compound which can carry out sensitization of the semiconductor, the 
sensitizing dye used for a coloring matter photosensitive layer has absorption in a visible region or a 
near-infrared region, and can use it for arbitration, and organometallic complex coloring matter, 
methine coloring matter, porphyrin system coloring matter, and its phthalocyanine system coloring 
matter are desirable. Moreover, since the wavelength region of photo electric translation is made 
large as much as possible and a conversion efficiency is gathered, two or more kinds of coloring 
matter can be used together or mixed. In this case, the coloring matter used together or mixed and its 
rate can be chosen so that it may double with the target wavelength region and intensity distribution 
of the light source. 

[0093] As for such coloring matter, it is desirable to have the suitable joint machine (interlocking 
group) which has the adsorption capacity force to the front face of a semiconductor particle. The 
chelation machine which has pi conductivity like a COOH basis, OH basis, S03H set, -P(O) (OH)2 
set and an acidic group like -OP(0) (OH)2 set or an oxime, dioxime, a hydroxyquinohne, salicylate, 
or alpha-KETOENO rate as a desirable joint machine is mentioned. A COOH basis, -P(O) (OH)2 set 
and especially -OP(O) (OH)2 set are desirable especially. These bases may form alkali metal etc. and 
the salt, and may form the inner salt. Moreover, when it contains an acidic group like [ in case a 
methine chain forms a squarylium ring and a crocodile NIUMU ring ] in the case of poly methine 
coloring matter, you may have this portion as a joint machine. 

[0094] Hereafter, the desirable sensitizing dye used for a photosensitive layer is explained concretely. 

(a) When organometallic complex coloring matter coloring matter is metal complex coloring matter, 
metal phthalocyanine dye, metalloporphyrin coloring matter, and ruthenium complex coloring matter 
are desirable, and especially ruthenium complex coloring matter is desirable, as ruthenium complex 
coloring matter - for example, U.S. JP.49277213 - said - No. 4684537 - said - No 5084365 - 
said - No. 5350644 - said - No. 5463057 - said - the complex coloring matter of a publication is 
mentioned to each official report, such as each specification, such as No. 5525440, and JP 7- 
249790,A, ****** No. 504512 [ ten to ], the world patent 98/No. 50393, and JP,2000-26487,A 
[0095] When the aforementioned coloring matter is furthermore ruthenium complex coloring matter, 
the ruthenium complex coloring matter expressed with the following general formula (TV) is 
desirable. 

General formula (TV) 

(Al) Al expresses the ligand of 1 or 2 seats among the tRu(B-a) u(B-b) v(B-c) w aforementioned 
general formula (IV). As for Al, it is desirable that it is the ligand chosen from the group which 
consists of a derivative of CI, SCN, H20, Br, I, CN and NCO, SeCN, alpha-diketones, oxalic acid, 
and a dithiocarbamic acid. When t is two or more, even if two or more Al is the same, it may differ. 
B-a, B-b, and B-c express the ligand independently expressed with the following formula (B-l) - (B- 
10) either, respectively among the aforementioned general formula (TV), t expresses the integer of 
either 0-3, and u, v, and w are together put suitably according to the kind of ligand so that the 
ruthenium complex which expresses 0 or 1 respectively and is expressed with the aforementioned 
general formula (TV) may turn into six coordinated complexes. 
[0096] 

[Formula 12] 
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B-5 B-6 




B-9 8-10 




[0097] Among aforementioned formula (B-1) - (B-10), Ra expresses a hydrogen atom or a substituent 
and the aryl group which is not replaced [ the substitution of the aralkyl machine which is not 
replaced / the substitution of the alkyl group which is not replaced / the substitution of a halogen 
atom and the carbon atomic numbers 1-12 or / and the carbon atomic numbers 7-12 or / and the 
carbon atomic numbers 6-12 or ], an acidic group (these acidic groups may form the salt), or a 
chelation machine is mentioned as The shape of a straight chain and the letter of branching are 
sufficient as the alkyl portions of an alkyl group and an aralkyl machine. Moreover, a monocycle or a 
polycyclic (the condensed ring, ring set) is sufficient as the aryl portions of the aforementioned aryl 
group and an aralkyl machine. Among the aforementioned general formula (TV), even if B-a, B-b, and 
B-c are the same, they may differ. 

[0098] Although the desirable example (instantiation compound R-l-17) of organometallic complex 
coloring matter is shown below, the coloring matter used for this invention is not limited to the 
following examples. 
[0099] 

[Formula 13] 
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[0100] 

[Formula 14] 




[0101] (b) The desirable methine coloring matter used for a methine coloring matter this invention is 
poly methine coloring matter, such as a cyanine dye, merocyanine coloring matter, and 
SUKUWARIRIUMU coloring matter. As poly methine coloring matter preferably used by this 
invention, the coloring matter of a publication is mentioned in each specification of JP 11-35836 A 
JP,11-67285,A, JP,11-86916,A, JP,11-97725,A, JP,1 1-158395 A, JP,1 1-163378 A, JP,'l 1-2 14730.A 
JP,11-214731,A, JP,1 1-238905 A, JP,2000-26487,A, the Europe patent No. 892411, said 911841 
numbers, and said 991092 numbers, for example. The example of desirable methine coloring matter 
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is snown oeiow. 
[0102] 

[Formula 15] 
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[0104] (4) In order to make coloring matter stick to the adsorption semiconductor particle of the 
coloring matter to a semiconductor particle, the method which is immersed in the conductive base 
material which has the semiconductor particle layer dried well in the solution of coloring matter, or 
applies the solution of coloring matter to a semiconductor particle layer can be used. In the case of the 
former, dip coating, the dipping method, a roller, the air knife method, etc. are usable. In the case of 
dip coating, adsorption of coloring matter may be performed at a room temperature, and you may 
perform it by carrying out heating reflux as indicated by JP,7-249790,A. Moreover, as the latter 
method of application, there are the wire bar method, the slide hopper method, the extrusion method, 
the curtain method, the spin method, a spray method, etc. one desirable as a solvent which dissolves ' 
coloring matter - for example, alcohols (a methanol -) nitril (an acetonitrile -), such as ethanol, t- 
butanol, and benzyl alcohol Nitromethanes, such as a propionitrile and 3-methoxy propionitrile, a 
halogenated hydrocarbon (a dichloromethane, a dichloroethane, and chloroform --) Ether, such 'as a 
chlorobenzene (diethylether, tetrahydrofuran, etc.), dimethyl sulfoxide and amides (N.N-' 
dimethylfonnamide «) N-methyl pyrrolidones, such as N and N-dimethyl acetamido, 1, 3-dimethyl 
lmidazolidinone, 3-methyl oxazolidinone and ester (ethyl acetate, butyl acetate, etc.) Carbonates 
(diethyl carbonate, an ethylene carbonate, propylene carbonate, etc.), ketones, hydrocarbons (an 
acetone, 2-butanone, cyclohexanone, etc.) (Korean geisha, the petroleum ether, benzene, toluene, 
etc.), and these mixed solvents are mentioned. 

[0105] All the amounts of adsorption of coloring matter have desirable per [ a unit surface area 
(lm2) / 0.01 ] - lOOmmol of a porosity semiconductor-electrode substrate. Moreover, as for the 
amount of adsorption to the semiconductor particle of coloring matter, it is desirable that it is the 
range per [ 0.01 ] lg of semiconductor particles - of lmmol. The sensitization effect in a 
semiconductor is fully acquired by considering as the coloring matter amount of adsorption of the 
aforementioned range. On the other hand, if there is too little coloring matter, the sensitization effect 
will become inadequate, and if there is too much coloring matter, the coloring matter which has not 
adhered to a semiconductor will float, and it becomes the cause of reducing the sensitization effect. In 
order to increase the amount of adsorption of coloring matter, heat-treating before adsorption is 
desirable. After heat-treatment, in order to avoid that water sticks to a semiconductor particle front 
face, it is desirable to perform adsorption operation of coloring matter quickly [ while the temperature 
of a semiconductor-electrode substrate is 60-150 degrees C ], without returning to ordinary 
temperature. Moreover, for the purpose which reduces interactions, such as condensation between 
coloring matter, a colorless compound may be added to coloring matter and a coadsorption may be 
carried out to a semiconductor particle. The sulfonates like a steroid compound (for example, 
chenodeoxycholic acid) or the following example which the effective compound for this purpose is a 
compound with a surface activity property and structure, for example, have a carboxyl group are 
mentioned. 
[0106] 

[Formula 17] 

"5»H 17 -^~^ (OCHjCHj^-SOjNa 

CsHh— ^ — (OCHaCHijpOSOjK 

[0107] As for non-adsorbed coloring matter, it is desirable that washing removes promptly after 
adsorption. It is desirable to use a wet washing tub and to wash by organic solvent like polar solvents 
such as an acetonitrile, and an alcohols solvent. After adsorbing coloring matter, amines and the 4th ' 
class salt may be used and the front face of a semiconductor particle may be processed. As desirable 
amines, a pyridine, a 4-t-butyl pyridine, a polyvinyl pyridine, etc. are mentioned, and 
tetrabutylammonium iodide, tetrapod hexyl ammonium iodide, etc. are mentioned as the desirable 4th 
class salt. When these are liquids, it may use as it is, and you may dissolve and use for an organic 
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[0108] (C) A charge transporting-bed charge transporting bed is a layer containing the charge 
transportation material which has the function to supplement the oxidant of coloring matter with an 
electron, the solution (electrolytic solution) which the ion of a redox couple dissolved as a (i) ion- 
transport material as an example of a typical charge transportation material which can be used for this 
charge transporting bed, the so-called gel electrolyte which sank the solution of a redox couple into 
the gel of a polymer matrix, and the quality of molten salt electrolysis containing a oxidation 
reduction counter ion — a solid electrolyte is mentioned further Moreover, carrier movement in the 
(ii) solid-state can also use electronic transportation material and electron hole (hole) transportation 
material as a charge transportation material [ other than the charge transportation material with which 
ion is concerned ]. In this invention, although the electrolyte constituent of this invention is used for 
this charge transporting bed, the above-mentioned charge transportation material other than this can 
also be used together. 

[0109] (1) Two kinds of methods can be considered about the formation method of the formation 
charge transporting bed of a charge transporting bed. One is the method of sticking a counter 
electrode previously on a photosensitive layer, and putting a liquefied charge transporting bed 
between the gap. Another is the method of giving a charge transporting bed directly on a 
photosensitive layer, and a counter electrode will be given after that. 

[0110] In the case of the former, the ordinary-pressure process which uses the capillarity by being 
immersed etc. as how to put a charge transporting bed, or the vacuum process which makes it a low 
pressure and replaces the gaseous phase of a gap by the liquid phase from an ordinary pressure can be 
used. 

[01 1 1] In the case of the latter, in a wet charge transporting bed, a counter electrode will be given 
with not drying, and the liquid disclosure prevention measure of the edge section will be taken. 
Moreover, in the case of a gel electrolyte, there is a method of applying with wet and solidifying by 
methods, such as a polymerization, and a counter electrode can also be given after drying and fixing 
in that case. As a method of giving wet organic electron hole transportation material besides the 
electrolytic solution, and a gel electrolyte, the same method as grant of the above-mentioned 
semiconductor particle layer or coloring matter can be used. 

[0112] (D) Like the aforementioned conductive base material, the monolayer structure of a counter 
electrode conductive layer which consists of a conductive material is sufficient as a counter electrode 
counter electrode, and it may consist of a counter electrode conductive layer and a support substrate. 
As electric conduction material used for a counter electrode conductive layer, a metal, carbon (for 
example, platinum, gold, silver, copper, aluminum, magnesium, an indium, etc.), or conductive 
metallic oxides (an indium-tin multiple oxide, fluorine dope tin oxide, etc.) are mentioned. Also in 
this, platinum, gold, silver, copper, aluminum, and magnesium can be preferably used as a counter 
electrode conductive layer. The example of the desirable support substrate of a counter electrode is 
glass or plastics, and the vacuum evaporationo of it is applied or carried out, and it uses the above- 
mentioned electric conduction agent for this. Although especially the thickness of a counter electrode 
conductive layer is not restricted, 3nm - 10 micrometers are desirable. The surface electrical 
resistance of a counter electrode conductive layer is as good as a low. As a range of desirable surface 
electrical resistance, it is below 50ohms / **, and they are below 20ohms / ** still more preferably. 
[01 13] Since light may be irradiated from both a conductive base material, and both [ either or ], in 
order for light to reach a photosensitive layer, it is good if at least one side of a conductive base 
material and a counter electrode is substantially transparent. It is desirable to make a conductive base 
material transparent from a viewpoint of improvement in a generating efficiency, and to carry out 
incidence of the light from a conductive base material side. In this case, as for a counter electrode, it 
is desirable to have the property to reflect light. As such a counter electrode, the glass which 
deposited the metal or the conductive oxide, plastics, or a metal thin film can be used. 
[0114] A counter electrode should just stick the application, plating, or counter electrode conductive- 
layer side of the substrate which carries out vacuum evaporationo (PVD, CVD), or has a counter 
electrode conductive layer for direct electric conduction material on a charge transporting bed. 
Moreover, as well as the case of a conductive base material when especially a counter electrode is 
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transparent, it is aesiraoie to use a metai ieaa in oraer to lower resistance or a counter eiectroae in 
addition, the fall of the desirable quality of the material of a metal lead and the desirable installation 
method, and the amount of incident lights by metal lead installation etc. is the same as the case of a 
conductive base material. 

[0115] (E) In order to prevent other layer counter electrodes and the short circuit of a conductive base 
material, it is desirable to paint the thin film layer of a precise semiconductor as an under coat 
between a conductive base material and a photosensitive layer beforehand, and it is effective 
especially when using electronic transportation material and electron hole transportation material for 
a charge transporting bed. Ti02, Sn02, Fe 203, and W03, ZnO and Nb 205 are desirable as an 
under coat, and it is Ti02 still more preferably. An under coat can be painted by the spatter besides 
the spray pyrolysis method indicated by Electrochim.Acta 40,643-652 (1995) etc The desirable 
thickness of an under coat is 5-1000nm, and its 10-500nm is still more desirable 
[01 16] | Moreover, you may prepare functional layers, such as a protective layer and an acid-resisting 
layer, between one side of the conductive base material which acts as an electrode, and a counter 
electrode or both outside front faces, a conductive layer, and substrates, or in the middle of a 
substrate. According to the quality of the material, the applying method, a vacuum deposition, the 
sticking method, etc. can be used for formation of these functional layers 

[01 17] In order to prevent said degradation of each structure and vaporization of contents, as for the 
photoelectrochemical cell of this invention, it is desirable to seal the side with polymer, adhesives, 
etc* * 

[01 18] The photoelectrochemical cell of this invention is the same composition as the 
aforementioned optoelectric transducer fundamentally, it connects the aforementioned optoelectric 
transducer to an external circuit through lead wire etc., and it constitutes it so that it may be made to 
work m an external circuit. The external circuit itself connected to the aforementioned conductive 
base material and the aforementioned counter electrode through lead wire etc. can use a well-known 
thing. Moreover, the photoelectrochemical cell of this invention can take the same module structure 
as fundamentally as the conventional solar cell module. Although the structure of a cell being 
constituted on support substrates, such as a metal and a ceramic, and the aforementioned solar cell 
module covering a it top with a restoration resin, cover glass, etc. generally, and incorporating light 
from the opposite side of a support substrate is taken, it is also possible to consider as the structure of 
using transparent materials, such as tempered glass, for a support substrate, constituting a cell on it 
and [incorporating light from the transparent support substrate side. The substrate one apparatus ' 
module structure specifically used with the module structure called a super straight type, a substrate 
type, and potting type, an amorphous-silicon solar cell, etc. is known, and the photoelectrochemical 
cell ot this invention can also choose such module structures suitably according to the purpose of use 

Specificaiiy ' * is deskabie to appiy ±e ~ ■* *» m ° de ° f ■ 

[01 19] The non-water rechargeable battery of this invention which used the electrolyte constituent of 
this invention below for the [non-water rechargeable battery] is explained. The non-water 
rechargeable battery of this invention is characterized by including the electrolyte constituent of this 
invention. The non-water rechargeable battery of this invention shows the outstanding cycle nature 

mi t 0ti KSa ¥ T paCity greatly ' SinCe Me electrol yte constituent of this invention is contained ' 
[0120] Although the transition-metals oxide which can insert and emit a lithium ion in reversible is 
sufficient as a positive active material when using the electrolyte constituent of this invention for a 
non-water rechargeable battery, a lithium content transition-metals oxide is especially desirable As a 
desirable lithium content transition-metals oxide positive active material used by this invention an 
oxide including the lithium content Ti, V, Cr, Mn, Fe, Co, nickel, Cu, Mo, and W is mentioned' 
Moreover, you may mix alkali metal other than a lithium (element of the 1st (IA) group of a periodic 
tab e^ and the 2nd (HA) group), aluminum, Ga, In, germanium, Sn, Pb, Sb, Bi, Si, P, B, etc 0-30- 
mol% of the amount of mixtures is desirable to transition metals. 

[0121] It is more desirable to mix and compound so that the mole ratio of the sum total of a lithium 
compound / transition-metals compound (at least one sort chosen from Ti, V,Cr Mn Fe Co nickel 
Mo, and W with transition metals here) may be set to 0.3-2.2 as a desirable lithium content transition- 
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metais oxiae positive active material ratner tnan oeing usea oy tms invenuon. 
[0122] As an especially desirable lithium content transition-metals oxide positive active material with 
which it is used by this invention, it is desirable to mix and compound so that the mole ratio of the 
sum total of a lithium compound / transition-metals compound (at least one sort chosen from V, Cr, 
Mn, Fe, Co, and nickel with transition metals here) may be set to 0.3-2.2. 

[0123] Especially the desirable lithium content transition-metals oxide positive active material used 
by this invention LigM 302 (M3 is chosen from Co, nickel, Fe, and Mn - one or more sorts) It is the 
material containing g=0-L2, or the material which has the Spinel structure expressed with LihM 
4204 (M4 is Mn and h=0-2), and aluminum, Ga, In, germanium, Sn, Pb, Sb, Bi, Si, P, or B may be 
mixed as M3 and M4 in addition to transition metals. 0-30-mol% of the amount of mixtures is 
desirable to transition metals. 

[0124] As most desirable lithium content transition-metals oxide positive active material used by this 
invention, LigCo02, LigNi02, LigMn02, LigCojNi(l-j) 02, and LihMn 204 (it is g=0.02-l .2, j= 0. 1 
to 0.9, and h=0-2 here) are mentioned. Here, the above-mentioned g value is a value before a charge- 
and-discharge start, and is fluctuated by charge and discharge. 

[0125] Although a positive active material is compoundable by well-known methods, such as the 
method of mixing a lithium compound and a transition-metals compound and calcinating, and a 
solution reaction, especially its calcinating method is desirable. 

[0126] Although especially the average grain size of the positive active material used by this 
invention is not limited, 0.1-50 micrometers is desirable. Although not limited especially as a specific 
surface area, 0.01-50m2/g is desirable at a BET adsorption method. Moreover, as pH of the 
supernatant when melting 5g of positive active materials to 100ml of distilled water, 12 or less [ 7 or 
more ] are desirable. 

[0127] In order to make it a predetermined grain size, the grinder and classifier which were known 
well can be used. For example, a mortar, a ball mill, a vibration ball mill, a vibration mill, a satellite 
ball mill, a planet ball mill, a revolution air current type jet mill, a screen, etc. are used. After washing 
by water, acid solution, alkaline solution, and the organic solvent, you may use the positive active 
material obtained by baking. 

[0128] One of the negative-electrode active materials used by this invention is a carbonaceous 
material in which occlusion discharge of a lithium is possible. Carbonaceous material is a material 
which consists of carbon substantially. For example, the carbonaceous material which calcinated 
various kinds of synthetic resin, such as artificial graphites, such as a petroleum pitch, a natural 
graphite, and a vapor-growth graphite, and a resin of a PAN system, and a furfuryl alcohol resin, can 
be mentioned. Furthermore, various carbon fibers, such as a PAN system carbon fiber, a cellulose 
system carbon fiber, a pitch based carbon fiber, a vapor-growth carbon fiber, a dehydration PVA 
system carbon fiber, a lignin carbon fiber, a vitrified carbon fiber, and an activated carbon fiber, a 
mesophase microsphere, a graphite whisker, a plate-like graphite, etc. can also be mentioned. Such 
carbonaceous material can also be divided into difficulty graphitized-carbon material and a graphite 
system carbon material according to the grade of graphitization. Moreover, as for carbonaceous 
material, it is desirable to have the spacing indicated by JP,62-22066,A, JP,2-6856,A, and the 3- 
45473 official report, density, and the size of a microcrystal. Carbonaceous material does not need to 
be a single material and the graphite which has the mixture of a natural graphite and an artificial 
graphite given in JP,5-90844,A and an enveloping layer given in JP,6-4516,A can also be used for it. 
[0129] As other examples of an usable negative-electrode active material, an oxide and/or 
chalcogenide are mentioned to this invention. Especially an amorphous oxide and/or chalcogenide are 
desirable. It is the object which has the broadcloth dispersion band which has the peak to a 20 to 40 
degrees field with 2theta value with the X-ray diffraction method [ "be / amorphous / it" ] here using 
CuK alpha rays, and you may have a crystalline diffraction line. Among the crystalline diffraction 
lines preferably looked at by 40 degrees or more 70 degrees or less with 2theta value, the strongest 
intensity is 100 or less times of the diffraction line intensity of the peak of the broadcloth dispersion 
band looked at by 20 degrees or more 40 degrees or less with 2theta value, is 5 or less times still more 
preferably, and is not having a crystalline diffraction line preferably especially. 
[0130] In this invention, especially, the amorphous oxide of a semimetal element and/or chalcogenide 
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are aesiraoie, ana ine element or ine urn {inn ) group or a periodic taoie - id (vts) groups, 
independent or the oxide which consists of two or more sorts of those combination of aluminum, Ga, 
Si, Sn, germanium, Pb, Sb, and Bi, and chalcogenide are chosen. 

[0131] For example, Ga 203, SiO, GeO, SnO, Sn02, PbO, Pb02 and Pb 203, Pb204, Pb304 
Sb203, Sb204, Sb205, Bi203, Bi204, SnSi03, GeS, SnS, SnS2, PbS and PbS2, Sb2S3, Sb2S5, 
SnSiS3, etc. are desirable. Moreover, these may be the multiple oxides 2 with a lithium oxide, for 
example, Li2SnO. 

[0132] In the negative-electrode material in this invention, the amorphous oxide consisting mainly of 
Sn, Si, and germanium is still more desirable, and it is desirable that it is the amorphous oxide 
expressed with the following general formula (V) especially. 
General formula (V) 

Ml among a SnMldM2eOf general formula (V) The element more than a kind is expressed with 
being chosen out of aluminum, B, P, and germanium that it is few. The element more than a kind is 
expressed at least. M2 - the [ periodic-table ] - it is chosen out of 1(TA) group element, the 2nd (HA) 
group element, the 3rd QUA) group element, and a halogen - 0.2 or more numbers [ two or less ] and 
e express 0.2<d+e<2 with or more 0.01 one or less number, and, as for d, f expresses or more 1 six or 
less number. 

[0133] As an amorphous oxide which makes Sn a subject, although the following compound is 
mentioned, for example, this invention is not necessarily limited to these. 
C-l SnSi03C-2 Sn0.8A10.2B0.3P0.2Si0.5O3.6C-3 SnA10.4B0.5Cs0.lP0.5O3 65C-4 
SnA10.4B0.5Mg0. 1P0.5O3.7C-5 SnA10.4B0.4Ba0.08P0.4O3.28C-6 
SnA10.4B0.5Ba0.08Mg0.08P0.3O3.26C-7SnA10.1B0.2Ca0.1P0.1Si0.5O3.1C-8 
SnA10.2B0.4Si0.4O2.7C-9 SnA10.2B0.1Mg0.1P0.1Si0.5O2.6C-10 SnA10.3B0.4P0.2Si0.5O3 55C-11 
SnA10.3B0.4P0.5Si0.5O4.3C-12 SnA10.1B0.1P0.3Si0.6O3.25C-13 
SnAlO. 1B0. lBa0.2P0. lSi0.6O2.95C-14 SnAlO. 1B0. lcalcium0.2P0. lSi0.6O2.95C- 15 
SnA10.4B0.2Mg0.1Si0.6O3.2C-16 SnA10.1B0.3P0.1Si0.5O3.05C-17 SnB0.1K0.5P0.1 Si03.65C-18 
SnB0.5F0.1Mg0.1P0.5O3.05[0134] Although any method of the calcinating method and a solution 
method can be used for the amorphous oxide in this invention, and/or a cull scorch night, its 
calcinating method is more desirable. After often mixing the oxide, cull scorch night, or compound of 
the element which corresponds, respectively by the calcinating method, it is desirable to calcinate and 
to obtain an amorphous oxide and/or a cull scorch night. These are already producible by the well- 
known method. 

[0135] The average grain size of the negative-electrode material used for this invention has desirable 
0.1-60 micrometers. In order to make it a predetermined grain size, the grinder and classifier which 
were known well are used. For example, a mortar, a ball mill, a sand mill, a vibration ball mill, a 
satellite ball mill, a planet ball mill, a revolution air current type jet mill, a screen, etc. are used. At 
the time of pulverization, wet grinding which made organic solvents, such as water or a methanol, 
live together can also be performed if needed. It is desirable to perform a classification in order to 
consider as a desired particle size. As the classification method, there is especially no limitation and it 
can use a screen, a pneumatic elutriation machine, etc. if needed. A classification can use dry type 
and wet. 

[0136] In this invention, the metal in which occlusion, the carbon material which can be emitted, a 
lithium and a lithium alloy, and a lithium and an alloy are possible is mentioned in a lithium ion or a 
lithium metal as a negative-electrode material which can be combined and can be used for the 
amorphous oxide negative-electrode material consisting mainly of Sn, Si, and germanium. 
[0137] the electrode used for this invention ~ the non-proton nature organic solvent else [, such as an 
electric conduction agent, a binder, and a filler, ] is added by the mixture 
[0138] In the constituted cell, if the aforementioned electric conduction agent is an electronic- 
conduction nature material which does not cause a chemical change, it is good anything. Usually, 
conductive material, such as natural graphites (a flaky graphite, a scale-like graphite, earthy graphite, 
etc.), an artificial graphite, carbon black, acetylene black, KETCHEEN black, a carbon fiber, and 
metal powders (copper, nickel, aluminum, silver (JP.63-148554A), etc.), a metal fiber or a ' 
polyphenylene derivative (JP.59-20971 A), can be included as one sort or such mixture. Especially 
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• comDinea use 01 a grapmte ana acetylene DiacK is aesiraoie. ine aaaiuon nas aesiraoie i - du mass 
%, and its 2-30 mass % is especially desirable. In carbon or especially a graphite, 2-15 mass % is 
desirable. 

[0139] this invention — an electrode — the binder for holding a mixture can be used As an example of 
a binder, the polymer which has polysaccharide, thermoplastics, and rubber elasticity is mentioned. 
As a desirable binder, starch, a carboxymethyl cellulose, A cellulose, a diacetyl cellulose, a methyl 
cellulose, a hydroxyethyl cellulose, Hydroxypropylcellulose, alginic-acid Na, a polyacrylic acid, 
Polyacrylic-acid Na, a polyvinyl phenol, a polyvinyl methyl ether, Polyvinyl alcohol, a polyvinyl 
pyrrolidone, a polyacrylonitrile, Water-soluble polymer, such as a polyacrylamide, 
PORIHIDOROKISHI (meta) acrylate, and a styrene-maleic-acid copolymer, Polyvinyl chloride, a 
polytetrafluoroethylene, a polyvinylidene fluoride, A tetrapod FURORO ethylene-hexa FURORO 
propylene copolymer, a vinylidene fluoride-tetrapod FURORO ethylene-hexa FURORO propylene 
copolymer, Polyethylene, polypropylene, an ethylene-propylene-diene terpolymer (EPDM), 
Sulfonation EPDM, a polyvinyl-acetal resin, a methylmetaacrylate, The acrylic-ester (meta) 
copolymer containing acrylic esters (meta), such as 2-ethylhexyl acrylate The polyvinyl ester 
copolymer containing vinyl esters, such as an acrylic-ester-acrylonitrile copolymer and vinyl acetate, 
(Meta) A styrene-butadiene copolymer, an acrylonitrile-butadiene copolymer, A polybutadiene, 
neoprene rubber, a fluororubber, a polyethylene oxide, An emulsion (latex) or suspensions, such as a 
polyester polyurethane resin, a polyether polyurethane resin, a polycarbonate polyurethane resin, 
polyester resin, phenol resin, and an epoxy resin, can be mentioned. The latex of a polyacrylic ester 
system, a carboxymethyl cellulose, polytetrafluoroethylene, and a polyvinylidene fluoride are 
mentioned especially preferably, these binders are independent - or it can mix and use if there are 
few additions of a binder — an electrode — the holding power and cohesive force of a mixture are 
weak If many [ too ], electrode volume will increase and an electrode unit volume or the capacity per 
unit mass will decrease. The addition of a binder has desirable 1-30 mass % at such a reason, and 2 - 
10 mass % is especially desirable. 

[0140] In the constituted cell, the aforementioned filler can be used anything, if it is the fibrous 
material which does not cause a chemical change. Usually, fiber, such as olefin system polymer, such 
as polypropylene and polyethylene, glass, and carbon, is used. Although especially the addition of a 
filler is not limited, 0-30 mass % is desirable. 

[0141] The electrolyte constituent of this invention can be used for safety reservation, using together 
with a separator. The separator used together for safety reservation needs to have the function which 
blockades the above-mentioned crevice above 80 degrees C, raises resistance, and intercepts current, 
and it is desirable that lock out temperature is 90 degrees C or more 180 degrees C or less. 
[0142] The configurations of the hole of a separator are usually a round shape and an ellipse form, a 
size is 0.05-30 micrometers and its 0.1-20 micrometers are desirable. You may be the hole of the 
shape of a rod, or an indeterminate form like [ at the time of furthermore making by the extending 
method and the phase separation method ]. It is 20 - 90%, the ratio, i.e., the porosity, which these 
crevices occupy, and it is desirable. [ 35 - 80% of ] 

[0143] Even if these separators are single material, such as polyethylene and polypropylene, they may 
be two or more sorts of composite-ized material. Especially the thing that carried out the laminating 
of two or more sorts of fine porosity films into which an aperture, porosity, the lock out temperature 
of a hole, etc. were changed especially is desirable. 

[0144] The electronic-conduction object which does not cause a chemical change in the constituted 
cell as a charge collector of positive and a negative electrode is used. As a charge collector of a 
positive electrode, aluminum and an aluminium alloy have the desirable especially desirable thing 
which made the front face of aluminum or stainless steel else [, such as aluminum, stainless steel, 
nickel and titanium, ] process carbon, nickel, titanium, or silver. As a charge collector of a negative 
electrode, copper and a copper alloy have desirable especially desirable copper, stainless steel, nickel, 
and titanium. 

[0145] Although a film sheet-like thing is usually used, what was netted and punched, a lath object, a 
porosity object, a foam, the Plastic solid of a fiber group, etc. can be used for the configuration of a 
charge collector. Although especially thickness is not limited, it is 1-500 micrometers. Moreover, as 
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ror a current collection ooay sunace, it is aiso aesiraoie to attacn irregularity witn sunace treatment. 
[0146] The configuration of a cell can apply a sheet, an angle, a cylinder, etc. to all. On a charge 
collector, the mixture of a positive active material or negative-electrode material is applied, (coat) 
dried and compressed, and is mainly used. As the method of application, the reverse rolling method, 
the direct rolling method, the blade method, the knife method, the extrusion method, the curtain 
method, the gravure method, the bar method, the dipping method, and the squeeze method can be 
mentioned, for example. The blade method, the knife method, and the extrusion method are desirable 
also in it. As for an application, it is desirable to carry out the speed for 0.1-lOOm/. Under the present 
circumstances, according to the solution physical properties of a mixture, and a drying property, the 
surface state of a good application layer can be obtained by selecting the above-mentioned method of 
application. The time of one side [ every ] ** or double-sided **** is sufficient as an application. 
[0147] Moreover, continuation, intermittence, or a stripe is sufficient as an application. Although the 
thickness, length, and width of the application layer are decided with the configuration and size of a 
cell, the thickness of the application layer of one side is in the state where it was compressed after 
dry, and its 1-2000 micrometers are desirable. 

[0148] Dryness of an electrode sheet application object and the dehydration method can carry out the 
thing of hot blast, a vacuum, infrared radiation, far infrared rays, an electron ray, and the damp wind 
using independent or the combined method. The range of drying temperature of 80-350 degrees C is 
desirable, and its range which is 100-250 degrees C is especially desirable, moisture content - the 
cell whole ~ 2000 ppm or less - desirable - a positive electrode - a mixture and a negative electrode 
- it is desirable to make it 500 ppm or less in a mixture or an electrolyte, respectively Although the 
method generally adopted can be used for the method of pressing a sheet, especially its calender 
pressing method is desirable. Although especially press ** is not limited, its 0.2 - 3 t/cm2 is desirable. 
The press speed of the calender pressing method has the amount of desirable 0. 1 -50m/, and press 
temperature has desirable room temperature -200 degree C. As for the ratio of negative-electrode 
sheet width of face to a positive-electrode sheet, 0.9-1.1 are desirable, and 0.95-especially 1.0 are 
desirable, the content ratio of a positive active material and negative-electrode material - a 
compound kind and a mixture - it changes with prescription 

[0149] After processing it into a sheet-like cell as it is after piling up a positive and negative electrode 
sheet through a separator, or bending, it inserts in a square shape can, and after connecting a sheet 
with a can electrically, the electrolyte constituent of this invention is poured in and a square shape 
cell is formed using an obturation board. Moreover, after inserting in a cylinder-like can after piling 
up and rolling a positive and negative electrode sheet through a separator, and connecting a sheet with 
a can electrically, the electrolyte constituent of this invention is poured in and a cylinder cell is 
formed using an obturation board. At this time, a relief valve can be used as an obturation board. It 
may be equipped with the various safe elements known from the former besides a relief valve. For 
example, a fuse, bimetal, a PTC element, etc. are used as an overcurrent-protection element. 
[0150] Moreover, the method of making a cut in a cell can, the gasket crack method, the obturation 
board crack method, or cutting process with a lead board can be used for everything but a relief valve 
as a cure of an internal pressure rise of a cell can. Moreover, the protection network which built the 
surcharge and the cure against an overdischarge into the battery charger may be made to provide, or 
you may make it connect independently. 

[0151] Moreover, the method which intercepts current by the rise of cell internal pressure can be 
provided as a cure against overcharge. At this time, the compound which raises internal pressure can 
be mcluded in a mixture or an electrolyte, as the example of the compound used in order to raise 
internal pressure » Li2 ~ carbonates, such as C03, LiHC03, Na2C03, and NaHC03, CaC03, 
MgC03, etc. can be mentioned 

[0152] A metal and an alloy with electrical conductivity can be used for a can or a lead board. For 
example, metals or those alloys, such as iron, nickel, titanium, chromium, molybdenum, copper and 
aluminum, are used. ' 
[0153] A well-known method (for example, electric welding of a direct current or an alternating 
current, laser welding, ultrasonic welding) can be used for the welding process of a cap, a can, a 
sheet, and a lead board. The compound and mixture which are known from the former such as 
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aspnait, can oe usea ior ine sealing compound ror ooturation. 

[0154] Although especially the use of the non-water rechargeable battery of this invention is not 
limited, when it carries in electronic equipment, for example, A notebook computer, pen input 
personal computer, mobile personal computer, and Electronic Book player, a cellular phone and a 
cordless phon — a cordless handset, a pager, and a handy terminal — Pocket facsimile, a pocket copy, 
a pocket printer, a headphone stereo, A video movie, a liquid crystal television, a handy cleaner, 
portable CD, a mini disc, an electric shaver, a transceiver, an electronic notebook, a calculator, 
memory card, a pocket tape recorder, radio, a backup power supply, memory card, etc. are mentioned. 
In addition, as a noncommercial use, an automobile, electric vehicles, a motor, lighting fitting, a toy, 
a game machine machine, a load conditioner, a clock, a stroboscope, a camera, medical equipment (a 
pacemaker, a hearing-aid, shoulder Japanese fir machine, etc.), etc. are mentioned. Furthermore, it 
can use as the various objects for munitions, and an object for space. Moreover, it is also combinable 
with a solar battery. 
[0155] 

[Example] Hereafter, an example explains this invention concretely. 

- The instantiation compound P-5 was compounded by the synthetic example-following composition 

scheme of the instantiation compound P-5. 

[0156] 

[Formula 18] 

M-1 



CH2OH 



M-2 



OHO 
M-3 



G^o 



0-(CH2)al 
M-5 



P-5 



[0157] ** The synthetic dimethyl malonate of intermediate field M-1; after dissolving 58.1g 
(439mmol) in the methanol, adding methanol 28% solution;88ml of a sodium methoxide and 
dropping 1-BUROMO decane 97.2g (439mmol) over 1 hour, it flowed back for 8 hours. Diluted 
hydrochloric acid was filled with reaction mixture, and ethyl acetate extracted after neutralization. 
Vacuum concentration of the extraction solution was carried out after dryness with magnesium 
sulfate, vacuum distillation of the residue was carried out, and M-1 [ 41g (fraction (399Pa (3mmHg) / 
82 degrees C)) ] was obtained. 

[0158] ** The solution which was obtained by the above-mentioned ** and which dissolved M-1 
(41g, 170mmol) in diethylether (50ml) was dropped over 2 hours, having distributed the synthetic 
lithium aluminum hydride (ilg, 289mmol) of intermediate field M-2 to 150ml diethylether, and 
stirring at a room temperature. After dropping, after flowing back for 3 hours, diluted hydrochloric 
acid/ice was slowly filled with reaction mixture, and it extracted, after making a solution acid. The 
bottom solvent of reduced pressure was distilled off for the extract after dryness with magnesium 
sulfate, and the oily matter of 31g of rough products was obtained. The rough product was refined in 
silica gel column chromatography, and 14g was obtained as M-2 and colorless oily matter. 
[0159] ** M-2 (13.85g, 64mmol) obtained by the synthetic above of intermediate field M-4 and M-3 

/£. ca 1\ j /cr\ — 1\ n l-c — : : J /1 jj^j j 
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ip.oog, otiiuiioi; were aisinouieu m toiueiie ^uiiu>, rara loiuenesuuumu aciu u^g; was auueu, aiiu 
heating reflux was carried out for 5 hours, distilling off water. The water (lOOml) which added 
potassium carbonate (lOg) was filled with reaction mixture, ethyl acetate extracted, and the solvent 
was distilled off under reduced pressure after drying an extract. The residue was recrystallized in the 
acetonitrile, and M-4 of the purpose was considered as the crystal, and was obtained 7g. 
[0160] ** It distributed to the acetonitrile (50ml) and the dimethylacetamide (20ml), and M-4 (5g, 
16.4mmol) and polymer M-5 (3g) which were obtained by the synthetic above of P-5 were made to 
react at 80 degrees C for 10 hours. The solvent was distilled out of reaction mixture at 120 degrees C 
under reduced pressure, and P-5 (7.5g) which has the mesomorphism side chain which is the 
specified substance was obtained. 
[0161] (Example 1) 

- With 15g [ of titanium dioxides ] (Japanese Aerosil Degussa P-25), 45g, lg (Aldrich make, Triton 
X-100), and a diameter of 0.5mm zirconia-beads (Nikkato Corp. make) 30g was put into the vessel 
made from stainless steel of 200ml of content volume which carried out Teflon (registered trademark) 
coating of the manufacture inside of photoelectrochemical-cell-1-1 . titanium-dioxide dispersion 
liquid, and it distributed in 1500rpm for 2 hours using the Sand-grinder mill (product made from eye 
MEKKUSU) Zirconia beads were filtered and removed from the distributed object. The mean particle 
diameter of the titanium dioxide in this case was 2.5 micrometers. The particle size at this time is 
measured in the master sizer made from MALVERN. 

[0162] 1-2. The glass rod was used and the above-mentioned dispersion liquid were applied to the 
electric conduction side side of the electrically conductive glass (what carried out cutting processing 
of the Asahi Glass TCO glass-U at the 20mmx20mm size) which coated the tin oxide which doped 
the production fluorine of Ti02 electrode (electrode A) which adsorbed coloring matter. Under the 
present circumstances, the adhesive tape was stretched to the part by the side of an electric 
conduction side (from an edge to 3mm), and it considered as the spacer, and glass was put in order 
and it applied eight sheets at a time at once so that an adhesive tape might come to ends. After the 
application, it exfoliated and the adhesive tape was air-dried for one day at the room temperature. 
Next, this glass was put into the electric furnace (muffle furnace FP-32 type made from the Yamato 
science), and it calcinated for 30 minutes at 450 degrees C. It flooded with the ethanol solution (3xten 

- four mols/(l.)) of coloring matter R-l for 3 hours, after taking out this glass and cooling. After being 
immersed in a 4-tert-butyl pyridine for 15 minutes, the air drying of the glass which coloring matter 
dyed was washed and carried out by ethanol. Thus, the thickness of the photosensitive layer obtained 
is 10 micrometers, and the coverage of a semiconductor particle was taken as 20 g/m2. In addition, 
the surface electrical resistance of electrically conductive glass was about 30ohm/**. 

[0163] 1-3. The acetonitrile was distilled off, applying the acetonitrile solution (an acetonitrile being 
a constituent and a homogeneous amount) of the electrolyte constituent (E-102 to E-113) containing 
Table 1 therefore the adjusted aforementioned specific liquid crystal compound, or a comparison 
compound to the Ti02 electrode substrate (lcmxlcm) which is the production **** of a 
photoelectrochemical cell, and was made and produced and by which the color sensitizing was 
carried out, and infiltrating it into Ti02 electrode under 60 degrees C and reduced pressure. The 
platinum vacuum evaporationo glass of the same size was laid on top of these electrodes, and the 
photoelectrochemical cell (sample B-102-113) was obtained. Moreover, after laying the electrolytic 
solution (E-101 of Table 1) using the solvent on top of the same Ti02 electrode substrate (2cmx2cm) 
as the above by which coloring matter sensitization was carried out with the platinum vacuum 
evaporationo glass of the same size as the electrode, it infiltrated the electrolytic solution into the 
crevice between both glass using capillarity, and produced the photoelectrochemical cell (sample B- 

[0164] The photoelectrochemical cell by which the laminating of the platinum layer 6 and glass 7 
which serve as electrically conductive glass 1 (that by which the conductive layer 3 was ****(ed) on 
glass 2), a photosensitive layer 4 (TiO two-layer coloring matter was made to stick to), the electrolyte 
layer 5, and a counter electrode by this example as shown in drawing 2 was carried out to order was 
produced. 
[0165] 
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BCE mm) : fXi'T/xfA-x-?^ 

[0166] 

[Formula 19] 
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[0167] 1-4. By letting AMI. 5 filter (product made from Oriel), and a sharp cut filter (KenkoL-41) 
pass for the light of the xenon lamp of measurement 500W of a photoelectric conversion efficiency 
(USHIO make), the simulation sunlight which does not include ultraviolet rays was generated and 
this luminous intensity was adjusted to 100 mW/cm2. 

[0168] The electrical and electric equipment which connected the crocodile clip, respectively, 
irradiated simulation sunlight at 70 degrees C, and was generated on the above-mentioned electrically 
conductive glass and above-mentioned platinum vacuum evaporationo glass of a 
photoelectrochemical cell was measured in the current-potential measuring device (case rhe SMU238 
type), the open circuit voltage (Voc) of the photoelectrochemical cell called for by this, short-circuit 
current density (Jsc), and a form factor (FF) [= maximum output/(open-circuit-voltage x short- 
circuit current)] and a conversion efficiency (eta), and constant temperature - the decreasing rate of 
the short-circuit current density after carrying out the passage of time for 400 hours was collectively 
indicated to Table 2 under constant humidity (60 degrees C, 70%R.H.) 
[0169] 

[Table 2] 
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[0170] From the above-mentioned result, since a solvent volatilizes, the photoelectrochemical cell 
(B-101) using the solvent as the electrolytic solution is understood that endurance is very bad. 
Moreover, by passing, although the cell (B-104) using polysiloxane RE-3 which do not have fused 
salt RE-1, the cell (B-102, B-103) using RE-2, and mesomorphism substituent of a comparison 
compound is small, it understands that a photo-electric-translation performance is not enough for 
degradation in the time. The photoelectrochemical cell using the electrolyte constituent containing the 
aforementioned specific liquid crystal compound is excellent in initial performances, such as short- 
circuit current density and a conversion efficiency, and endurance to them. Such an effect was seen 
when which coloring matter was used. 
[0171] (Example 2) 

- As a Production Positive Active Material of Lithium Rechargeable Battery-2-1. Positive-Electrode 
Sheet LiCo02 43 weight sections, the scale-like graphite 2 weight section, the acetylene black 2 
weight section, Furthermore, add the polyacrylonitrile 3 weight section as a binder, and the slurry 
which kneaded the acrylonitrile 100 weight section as a medium, and was obtained is painted on an 
aluminum foil with a thickness of 20 micrometers using an extrusion formula application machine. 
After pressing with the calender press machine after dryness, the lead board made from aluminum 
was welded to the edge, and the positive-electrode sheet with 95 micrometers [ in thickness ] and a 
width-of-face [ of 54mm ] x length of 49mm was produced. 

[0172] 2-2. as the production negative-electrode active material of a negative-electrode sheet - a 
meso face pitch system carbon material (PETOKA) - as 43 weight sections and an electric 
conduction agent - the acetylene black 2 weight section and the graphite 2 weight section ~ 
comparatively - coming out ~ mixing - further - as a binder - a polyacrylonitrile - 3 weight 
sections - adding - the N-methyl pyrrolidone 100 weight section - as a medium - kneading -- a 
negative electrode - a mixture ~ the slurry was obtained a negative electrode - a mixture - the 
slurry was painted on copper foil with a thickness of 10 micrometers using the extrusion formula 
application machine, it pressed with the calender press machine after dryness, and the negative- 
electrode sheet with 46 micrometers [ in thickness ] and a width-of-face [ of 55mm ] x length of 
50mm was produced After welding the lead board made from nickel to the edge of a negative- 
electrode sheet, it heat-treated at 230 degrees C for 1 hour in dry air of -40 degrees C or less of dew- 
points. Heat treatment was performed using the far-infrared heater. 

[0173] The production negative-electrode sheet of a 2-3. sheet cell and the positive-electrode sheet 
carried out dehydration dryness at 230 degrees C for 30 minutes in dry air of -40 degrees C or less of 
dew-points, respectively. In dry atmosphere, the laminating of the separator (polyethylene porosity 
film) and nonwoven fabric which were judged in a dried [ dehydration ] positive-electrode sheet with 
a width-of-face [ of 54mm ] x length of 49mm and width-of-face [ of 60mm ] x length of 60mm was 
carried out, the liquid which dissolved the electrolyte (E-202-213) of composition adjusted according 
to Table 3 on the nonwoven fabric in the acetonitrile of the amount of said was applied, and the 
acetonitrile was distilled off under reduced pressure at 50 degrees C. Moreover, the electrolytic 
solution (E-201) using the solvent was infiltrated into the nonwoven fabric as it is. The laminating of 
the dried [ dehydration ] negative-electrode sheet with a width-of-face [ of 55mm ] x length of 50mm 
was carried out on it, using the sheathing material which consists of a laminate film of a polyethylene 
(50 micrometers)-polyethylene terephthalate (50 micrometers), heat weld was carried out, four edees 
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were seaiea unaer ine vacuum, ana ine sneet type ceil ^sample *s-zui-_i:>) was produced. 

[0174] The sheet type cell by which the laminating of the positive-electrode sheet 31 equipped with 

the negative-electrode sheet 33 equipped with the negative-electrode terminal 35, the solid polymer 

electrolyte 32, and the positive-electrode terminal 34 by this example as shown in drawing 3 was 

carried out to order was produced. 

[0175] 

[Table 3] 
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[0176] 2-4. About the sheet type cell produced by the method of the evaluation above of a cell 
performance, charge and discharge were repeated 30 times on condition that current density 1.3 
mA/cm2, charge final-voltage 4.2V, and discharge-final-voltage 2.6V**, and the service capacity in 
30 cycle eye was calculated. This was investigated about five cells of the same prescription, and the 
average was made into the capacity of the cell. Thus, the capacity of each cell was calculated and the 
relative capacitor to a sample B-201 was calculated. Moreover, the service capacity of the 200 cycle 
eye of each cell was calculated, the ratio to the service capacity of 10 cycle eye was calculated, and it 
expressed as a cycle capacity. Each value was shown in Table 4. 



[0177] 
[Table 4] 
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[0178] It turns out that the electrolyte which contains the aforementioned specific liquid crystal 
compound from the above-mentioned result is raising cycle nature, without seeing the big fall of 
capacity. 

[0179] From these examples, the electrolyte which did not volatilize substantially and was excellent 
in using the aforementioned specific liquid crystal compound at charge transportability ability was 
obtained, thereby, it excelled in the photoelectric transfer characteristic and the photoelectrochemical 
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cell with little property degradation by the passage of time was obtained. Furthermore, this electrolyte 
does not reduce cell capacity and it turns out that it is the lithium ion conduction material which was 
moreover excellent in the cycle property 
[0180] 

[Effect of the Invention] As mentioned above, according to this invention, the electrolyte constituent 
excellent in endurance and ion conductivity can be offered, and the electrochemical cell excellent in 
endurance and the electrical property (photoelectric transfer characteristic) using the electrolyte 
constituent concerned, a non-water rechargeable battery, and a photoelectrochemical cell can be 
offered further. 

[Translation done.] ' 
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TECHNICAL FIELD 

[The technical field to which invention belongs] this invention relates to the electrolyte constituent 
containing a liquid crystal compound, the electrochemical cell using electrolyte ******** especially 
a non-water rechargeable battery, and a photoelectrochemical cell further. 



[Translation done.] 
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PRIOR ART 



[Description of the Prior Art] The electrolyte used for electrochemical cells, such as a non-water 
rechargeable battery and a coloring matter sensitization solar battery, is a medium which has the 
function (it is called ionic conduction) to convey the ion to inter-electrode, including the carrier ion 
according to the purpose. For example, in the lithium secondary battery which is the representation of 
a non-water rechargeable battery, transportation of a hthium ion does the influence for the 
performance of an electrochemical cell with the big conductivity of iodine ion and iodine trimer ion 
in a coloring matter sensitization solar battery. In these cells, generally, although the solvent system 
with high ion conductivity was used abundantly as an electrolyte, there was a problem of an 
exhaustion of the solvent at the time of including in a cell and leakage reducing the endurance of a 
cell. Moreover, in order to seal a solution in a lithium secondary battery and to have to use a metal 
vessel, it was difficult for cell mass to become heavy and to also give flexibility to a cell 
configuration. In order to conquer the fault of such a solution system electrolyte, various electrolytes 
are proposed in recent years. The so-called gel electrolyte (JP,61-23945,B public relations, JP,61- 
239473 public relations) which made the solution electrolyte permeate a polymer matrix has not 
inhibited volatilization of a solvent completely, although the fall of the ionic conductivity to a 
solution system electrolyte does not drop a cell performance small. Moreover, although the polymer 
electrolyte (-2184 or KMurata, Electtochimica Acta, Vol.40, No. 13-14, and p2177 1995) which 
dissolved the salt in polymer, such as a polyethylene oxide, is expected as what solves the problem of 
a solution system electrolyte, ionic conductivity's is not yet enough. On the other hand, although an 
opposite anion is room temperature fused salt with imidazolium salts and pyridinium salts liquefied at 
a room temperature, such as BF4- and 2 (CF3S02)N-, and it is proposed as an electrolyte for lithium 
ion batteries, an electrolytic mechanical strength and ion conductivity conflict, and when own 
viscosity of fused salt was raised, or it is the means of making polymer contain etc. and a mechanical 
strength is strengthened, the fall of ionic conductivity is seen. Furthermore, ion conductivity 
temperature dependence was large and the above electrolytes of especially the ion conductivity in low 
temperature were inadequate. 

[0003] By the way, although compound solar batteries, such as a single-crystal-silicon solar battery a 
polycrystal silicon solar cell, an amorphous-silicon solar cell, a cadmium telluride, and selenium-ized 
indium copper, are set as the object of utilization or research and development, the photovoltaics 
which transform a light energy into electrical energy need to conquer troubles, such as reservation of 
a manufacturing cost and raw material, and the length of an energy pay back time, when making it 
spread. On the other hand, although many solar batteries using the organic material which pointed to 
large-area-izmg or low-pricing were also proposed until now, the conversion efficiency was low and 
there was a problem that endurance was also bad. 

[0004] In such a situation, the technology of a photoelectrochemical cell using the optoelectric 
transducer (it abbreviates to a coloring matter sensitization optoelectric transducer henceforth) using 
the oxide semiconductor by which sensitization was carried out to Nature (the 353rd volume the 
737-740* page, 1991), U.S. JP,49277213, etc. with coloring matter, and this was indicated' This 
cell consists of the optoelectric transducer, charge transfer layer, and counter electrode which 
function as a negative electrode. An optoelectric transducer consists of a conductive base material 
and a photosensitive layer, and a photosensitive layer contains the semiconductor with which coloring 
matter stuck to the front face. A charge transfer layer consists of a oxidation reduction object, and 
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bears charge transportation between a negative electrode and a counter electrode (positive electrode). 
In the photoelectrochemical cell proposed by the above-mentioned patent, the solution (electrolytic 
solution) which uses salts, such as potassium iodide, as an electrolyte as a charge transfer layer was 
used. This method was cheap and it was a problem for a photoelectric conversion efficiency not to 
fall remarkably by evapotranspiration of the electrolytic solution and exhaustion, if it is used over a 
long period of time, although it is promising, or to stop functioning as a cell in that a comparatively 
high energy conversion efficiency (photoelectric conversion efficiency) is obtained. 
[0005] The method of using as an electrolyte the imidazolium salt which is a low melting point 
compound as the exhaustion prevention method of the electrolytic solution at WO 95/No. 18456 is 
indicated to this problem. Since according to this method water and the organic solvent which were 
used as an electrolytic solvent were unnecessary or little and ended conventionally, although the 
improvement of endurance was found, still, when endurance is inadequate and the imidazolium salt 
was made into high concentration, while viscosity became high, charge transportation ability fell, and 
there was a problem that a photoelectric conversion efficiency became low. Furthermore, there is the 
method of using a thoria ZORIUMU salt as an electrolyte, and the same problem as an imidazolium 
salt arises also in this method. 

[0006] As mentioned above, it is a very difficult technical problem that it is compatible in a 
mechanical strength and ion conductivity as an electrolyte of electrochemical cells, such as a lithium 
ion rechargeable battery and a solar battery. 

[0007] As one method of solving these, making an electrolyte constituent contain a mesomorphism 
compound is proposed. The part which has the coordination ability to ion, such as an alkyleneoxy 
machine, as these examples, and the compound which has a meso gene machine (JP,11-86629,A), 
The compound (JP,4-323260,A) with which the meso gene machine was introduced into the 
polyethylene-oxide chain, the compound (JP,1 1-1 16792, A) which has a mesomorphism part in the 
side chain of a polyethylene oxide, the compound (JP,6- 19923 ,B) with which the meso gene machine 
was introduced into the side chain of a polysiloxane through the oligo oxyethylene spacer are shown. 
These consist of a motile flexible high part which dissolves an electrolyte salt and conducts ion by 
carrying out complexing to a cation, and an upright part (meso gene machine) for carrying out 
molecular association, in order to maintain a mechanical strength. 

[0008] By the way, in order for an electrolyte to function efficiently in an electrochemical cell from 
Shigehara's and others latest research (Journal of Power Source, 92 volumes, 120 -123 pages, 2001), 
it turns out besides ionic conductivity being high that it conducts more nearly alternatively [ carrier 
ion ], i.e., it is a performance overlay important point that the carrier ion transference number is high. 
For example, in a lithium ion battery, it is desirable for the iodine anion transference number to be 
high in the coloring matter sensitization solar battery from which the lithium ion transference 
number's being high and an iodine anion serve as a carrier. In the mesomorphism compound 
mentioned above, the strong basis of cations, such as a polyalkylene oxide, and an interaction 
restricted the cation, and has caused decline in the cation transference number. Moreover, since 
molecular-motion nature falls, the improvement in the ionic conductivity itself is not expectable with 
complexing with a cation, either. 

[0009] The oligo oxyethylene part which the polysiloxane by which alkylation was carried out to the 
electrolyte constituent which introduced the meso gene machine into the side chain of the 
polysiloxane which shows **** and is indicated by Japanese Patent Publication No. [ like ] No. 
19923 [ six to ] on the other hand is illustrated, and, as for this electrolyte constituent, restricts a 
cation strongly serves as a medium of ionic conduction, and is the expectable [ the high cation 
transference number ] present condition. 
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EFFECT OF THE INVENTION 

[Effect of the Invention] As mentioned above, according to this invention, the electrolyte constituent 
excellent m endurance and ion conductivity can be offered, and the electrochemical cell excellent in 
endurance and the electrical property (photoelectric transfer characteristic) using the electrolyte 
constituent concerned, a non-water rechargeable battery, and a photoelectrochemical cell can be 
offered further. 



[Translation done.] 



http.7/www4.ipdl.jpo.go.jp/cgi-bin/tran_web_cgi_ejje 



6/4/2003 



NOTICES * 



Page 1 of 1 



Japan Patent Office is not responsible for any 
damages caused by the use of this translation* 

1. This document has been translated by computer.So the translation may not reflect the original 
precisely. 

2 **** s hows the word which can not be translated. 
3. In the drawings, any words are not translated. 



TECHNICAL PROBLEM 

[Problem(s) to be Solved by the Invention] this invention solves many problems in the 
aforementioned former, and makes it a technical problem to attain the following purposes. That is, 
the first purpose of this invention is offering the electrolyte constituent excellent in endurance and ion 
conductivity. Furthermore, the second purpose of this invention is offering the electrochemical cell 
excellent in endurance and the electrical property (photoelectric transfer characteristic) which used 
the electrolyte constituent concerned, a non-water rechargeable battery, and a photoelectrochemical 
cell. 



[Translation done.] 
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MEANS 

[Means for Solving the Problem] The above-mentioned technical problem is solved by the following 
meanses. That is, this invention is an electrolyte constituent containing the liquid crystal compound 
which repeats the polysiloxane structure shown by the <1> following general formula (I) and it has 
as a unit 
[0012] 
[Formula 2] 

-«sc < i ) 

[0013] R expresses an alkyl group among [general formula (I), and L expresses single bond or a 
divalent connection machine. A expresses a mesomorphism substituent. However, a mesomorphism 
substituent may have an ionicity basis and a mesomorphism substituent contains the counter ion in 
that case.] 

[0014] The electrolyte constituent of the aforementioned <1> publication characterized by the 
mesomorphism substituent which A in the <2> aforementioned general formula (I) expresses being 
the salt which consists of an anion part containing a meso gene machine, and a cation part which 
consists of the opposite cation. 

An electrolyte constituent given in the above <2> whose <3> aforementioned pairs cation is 
characterized by being alkali-metal ion. 

The electrolyte constituent of the aforementioned <1> publication characterized by the 
mesomorphism substituent which A in the <4> aforementioned general formula (I) expresses being 
the salt which consists of a cation part containing a meso gene machine, and an anion part which 
consists of the opposite anion. 

An electrolyte constituent given in the above <4> characterized by being chosen from the group 
which the <5> aforementioned pairs anion becomes from an iodine anion, a sulfonamide and disulfon 
lmide, N-acyl sulfonamide, a carboxylic acid, a sulfonic acid, alcohol, an activity methylene, and the 
anion that activity methine dissociated. 

The electrolyte constituent given [ aforementioned ] in <1>- <5> characterized by the <6> 
aforementioned liquid crystal compound being a polymer-liquid-crystal compound obtained by 
carrying out a polymerization. 

[0015] The electrochemical cell characterized by including the electrolyte constituent of a publication 
in either of <7> aforementioned <1>- <6>. 

The charge transporting bed containing an electrolyte constituent given in either of aforementioned 
<1>- <6> on <8> conductivity base material, the photosensitive layer containing the semiconductor 
by which sensitization was carried out with coloring matter, and the photoelectrochemical cell 
characterized by having a counter electrode. 

The non-water rechargeable battery characterized by including the electrolyte constituent of a 

publication in either of <9> aforementioned <1>- <6> 

[0016] 

[Embodiments of the Invention] Hereafter, this invention is explained in detail. The electrolyte 
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constituent of this invention comes to contain the liquid crystal compound which repeats the 
polysiloxane structure shown by the following general formula (I), and it has as a unit. 
[0017] As shown in the following general formula (I), this specific liquid crystal compound repeats 
the polysiloxane structure by which alkoxy substitution was carried out, and has it as a unit. This 
polysiloxane structure by which alkoxy substitution was carried out has high maneuverability, and 
since it can dissolve an electrolyte salt, without restricting a cation strongly, it can realize the cation 
transference number and ion conductivity higher than an oxyethylene machine. Thus, the 
polysiloxane structure by which alkoxy substitution was carried out serves as a medium which 
dissolves an electrolyte salt according to the principal chain, and conducts ion, it is one side, and the 
part with the upright side chain (mesomorphism substituent) brings about the macroscopic 
mechanical strength of an electrolyte constituent, without carrying out molecular association, and an 
ionic conduction medium's forming the structure base material which carried out phase separation 
micro, and reducing the maneuverability of an ionic conduction medium by mesomorphism. For this 
reason, the electrolyte constituent of this invention containing a specific liquid crystal compound is 
excellent in endurance and charge transportability ability. 



[0019] Carbon atomic numbers (henceforth, more than C) are 1-24 preferably, the inside of a general 
formula (I), and R - alkyl group [ ~ You may be branched-chain, even if it is 1-10 and is a straight 
chain-like, more - being desirable (more than C) - For example, a methyl, ethyl, a propyl, butyl, i- 
propyl, i-butyl, Pentyl, hexyl, octyl, 2-ethylhexyl, t-octyl, desyl, dodecyl, tetradecyl, 2-hexyl desyl, 
hexadecyl, octadecyl, cyclohexyl methyl, and octyl cyclohexyl] is expressed. Furthermore, R may 
have the substituent. as a desirable substituent Carbon atomic numbers (henceforth, more than C) are 
1-24 preferably, alkyl group [ which may be replaced - You may be branched-chaih, even if it is 1-10 
and is a straight chain-like, more - being desirable (more than C) - For example, a methyl, ethyl, a 
propyl, butyl, i-propyl, i-butyl, A pentyl, a hexyl, an octyl, 2-ethylhexyl, t-octyl, A desyl, a dodecyl, 
tetradecyl, 2-hexyl desyl, hexadecyl, Octadecyl, cyclohexyl methyl, and octyl cyclohexyl], the aryl 
group (desirable - more than C [ 6-24 ], for example, a phenyl, --) which may be condensing the ring 
even if it has replaced 4-methylphenyl, 3-cyano phenyl, 2-chlorophenyl, 2-naphthyl, the heterocycle 
machine that may be condensing the ring even if it has replaced (the nitrogen in a ring may form 4 
class at the time of a nitrogen-containing heterocycle machine.) Preferably More than C [ 2-24 ], for 
example, 4-pyridyl, 2-pyridyl, 1-octyl pyridinium-4-IRU, 2-pyrimidyl, 2-imidazolyl, 2-thiazolyl, and 
alkoxy-group [ - desirable - more than C [ 1-24 ], for example, a methoxy, ~ Ethoxy ** butoxy, 
octyloxy, methoxyethoxy one, methoxy PENTA (ethyloxy), acryloyl oxyethoxy and pentafluoro 
propoxy] and an acyloxy machine (desirable - more than C [ 1-24 ], for example, acetyloxy, --) 
benzoyloxy one and an alkoxy carbonyl group (desirable - more than C [ 2-24 ], for example, a 
methoxycarbonyl, --) Ethoxycarbonyl, a cyano group, a fluoro machine, an alkoxy carbonyl group, a 
cyano group, and polymerization nature machines (preferably a vinyl group, an acryloyl machine, a 
methacryloyl machine, a styryl machine, a cinnamic acid residue, etc.) are mentioned. 
[0020] L expresses single bond or a divalent connection machine among a general formula (I). As an 
example of a divalent connection machine, -(CH2) n- (n shows the integer of 1-15 here), - CH2CH2 
(OCH2CH2) N- (N Shows Integer of 1-10 Here), - CH=CH-, -CH=N-, -N=N-, -N(O) =N-, -COO-, - 
COS-, CONH-, -COCH2-, -CH2NH-, -CO-, - CH=CH-COO-, -CH=CH-CO-, -(C**C)- (N Shows 
Integer of 1-3 Here), Such Combination, Etc. are Desirable. - (CH2) n- (n shows the integer of 3-10 
here), -CH2CH2(OCH2CH2) n- (n shows the integer of 2-8 here), and such combination are still 
more desirable. 

[0021] Although a mesomorphism substituent is expressed, a meso gene machine is mentioned as a 
mesomorphism substituent, for example, the inside of a general formula (I) and A are "Flussige 
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Kristalle in Tabellen II" and Dietrich. Demus and HorstZaschke and the thing of which the 7-18 
(1984). publication is done are mentioned. Especially, what is expressed with the following general 
formula (IT) is desirable. 
[0022] 
[Formula 4] 

-»5t on 

[0023] Ylll expresses the condensed-ring substituent which consists of a divalent 4 or 7 member 
ring substituent or them among a general formula (H). Q121 and Q131 express a divalent connection 
machine or divalent single bond, respectively, n2 expresses 1, 2, or 3, and when n2 is 2 or 3, even if 
two or more Ylll, Q121, and Ql 31 are the same respectively, they may differ. 
[0024] Q121 and Q131 express a divalent connection machine or divalent single bond among a 
general formula CO), respectively. As an example of a divalent connection machine, -CH=CH- - 
CH=N-, -N=N-, - N(0) =N-, -COO-, -COS-, -CONH-, -COCH2-, - CH2CH2-, -OCH2- -CH2NH- - 
CH2-, -CO-, - 0-, -S-, -NH-, -(CH2)l-3-, -CH=CH-COO-, - CH=CH-CO-, -(C**C)l-3-, such 
combination, etc. are desirable, and -CH2-, -CO-, -0-, -CH=CH-, -CH=N-, -N=N-, and such 
combination are still more desirable. Moreover, a hydrogen atom may be replaced in these. As for 
Q121 and Q131, it is desirable that it is especially single bond. 

[0025] The inside of a general formula (E), 4, 5, 6 or 7 member ring substituent divalent in Yl 1 1, 
The condensed-ring substituent which consists of them is expressed, and it is still more desirable that 
they are the saturation of 6 member ring aromatic machine, 4, or 6 member ring or an unsaturation 
aliphatic machine, 5, 6 member ring heterocycle machines, or those condensed rings, or as these 
examples Although the following formula (Y-l) - (Y-27) a substituent are mentioned, it is not limited 
to these. Moreover, you may be such combination. The still more desirable things in these 
substituents are (Y-l), (Y-2), (Y-18), (Y-19), (Y-21), and (Y-22), and especially desirable things are 
(Y-l),(Y-2),and(Y-21). 6 
[0026] 



[Formula 5] 
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(V-23) IY-24) (V-25) (Y-26) 

-O -o- 

(Y-27) (Y-2B) 

[0027] A mesomorphism substituent may have an ionicity basis and a mesomorphism substituent 
comes to form the so-called anion part and the so-called cation part, and the salt structure constituted 
in that case including the counter ion. In case a specific liquid crystal compound adjusts an 
electrolyte, it can make carrier ion the counter ion of the liquid crystal compound which is ionicity, 
because this liquid crystal substituent has salt structure. For this reason, since there is no need of 
adding carrier ion in the form of a salt, separately and mobile ion other than carrier ion is not 
contained, the transference number of carrier ion can be raised. In this case, the basis which gives 
mesomorphism as a mesomorphism substituent, for example, a meso gene machine, is contained at 
least in one side of an anion part and a cation part. The basis which gives mesomorphism may not be 
included or organic ion (an organic anion, organic cation) or inorganic ion (an inorganic anion, 
inorganic cation) is sufficient as the anion part or cation part of the direction which has not been 
directly connected with L in a general formula (I). 

[0028] The salt which consists of a salt which consists of an anion part containing a meso gene 
machine and a cation part which consists of the opposite cation as suitable concrete composition of a 
mesomorphism substituent or a cation part containing a meso gene machine, and an anion part which 
consists of the opposite anion is mentioned. It comes to connect either these anions part and a cation 
part with L in a general formula (I). 

[0029] When a meso gene machine is included in a cation part, structure desirable as the cation part 
(substituent with a positive charge) is a general formula (IQ-a) or (IH-b) (III-c) structure expressed. As 
for a meso gene machine, at this time, it is desirable to be contained as a substituent of Ry 1-Ry5 in 
general formula (Ill-a) - (III-c), or Qyl. Moreover, it is desirable to be contained as the atomic groups 
Ryl-Ry5 which consist of a repeat unit shown by the aforementioned general formula (I), or a 
substituent of Qyl. 
[0030] 
[Formula 6] 

Q'fc Ry^©,Ry a 



I 



st (in- a) a (m-b) sun-c) 

[0031] Qyl of a general formula (Dl-a) expresses the atomic group which can form the aromatic 
cation of 5 or 6 member ring with a nitrogen atom, and Ry 1 expresses the alkenyl machine which is 
not replaced [ the alkyl group which is not replaced / substitution or /, a polymerization nature 
machine, substitution, or ]. 

[0032] Ay 1 of a general formula (m-b) expresses a nitrogen atom or the Lynn atom, and Ry2, Ry3, 
Ry4, and Ry5 express respectively the alkenyl machine which is not replaced [ the alkyl group which 
is not replaced / substitution or /, a polymerization nature machine, substitution, or ] independently. 
However, Ry2, Ry3, Ry4, and Ry5 are not aryl groups simultaneous [ three or more ]. Moreover, two 
or more of Ry2, Ry3, Ry4, and Ry5 may form the un-aromatic ring which connects mutually and 
contains Ayl. 

[0033] Respectively, independently, Ryl, Ry2, Ry3, Ry4, Ry5, and Ry6 of a general formula (III-c) 
may express the alkenyl machine which is not replaced [ the alkyl group which is not replaced / 
substitution or /, a polymerization nature machine substitution, or ], among those two or more may 

http://www4.ipdl.jpo.go.jp/cgi-bin/tran_web_cgi_ejje 6/4/2003 



Page 5 of 13 

connect them mutually, and they may form a ring structure. 

[0034] A general formula (Hl-a), (Dl-b), and (IH-c) the cation expressed may form a polymer through 
Qyl,orRyl-Ry6. & 
[0035] The composition atom of the atomic group Qyl which can form the cation of aromatic series 5 
or 6 member rings with nitrogen is preferably chosen from carbon, hydrogen, nitrogen, oxygen, and 
sulfur among a general formula (Hl-a). 

[0036] As 6 member rings completed by Qyl, it is a pyridine, a pyrimidine, a pyridazine, a pyrazine, 
and triazine preferably, and is a pyridine more preferably. 

[0037] As a aromatic-series 5 member ring completed by Qyl, it is an oxazole, a thiazole, an 
imidazole, a pyrazole, an isoxazole, thiadiazole, an OKISA diazole, and a triazole, and they are an 
oxazole, a thiazole, and an imidazole more preferably. An oxazole and an imidazole are especially 
desirable. 1 J 

[0038] A general formula (Dl-a), and (Dl-b) (HI-c) inner Ry 1-inner Ry6 It is the alkyl group (carbon 
atomic numbers (henceforth, more than C) are 1-24 preferably) which is not replaced [ substitution 
or ] independently respectively. Even if it is a straight chain-like, it may be branched-chain, and you 
may be a ring type. For example, a methyl, ethyl, a propyl, butyl, i-propyl, a pentyl, A hexyl, an octyl, 
2-ethylhexyl, t-octyl, a desyl, A dodecyl, tetradecyl, 2-hexyl desyl, octadecyl, cyclohexyl, cyclopentyl 
and a polymerization nature machine (desirable - a vinyl group and an acryloyl machine --) Alkenyl 
machines which are not replaced [ substitution or ], such as a methacryloyl machine, a styryl machine, 
and a cinnamic acid residue (more than are 2-24 in C preferably) Even if it is a straight chain-like, it ' 
may be branched-chain, for example, a vinyl and an allyl compound are expressed, the alkyl group of 
more than C 3-18 or the alkenyl machine of more than C 2-18 is expressed preferably, and the alkyl 
group of more than C 4-6 is expressed more preferably. 

[0039] A general formula (Dl-a), inner Qyl, and Ryl-Ry6 may have the substituent. as an example of 
a desirable substituent a halogen atom (F, CI, Br, I), a cyano group, and an alkoxy group (a methoxy - 
-) Ethoxy ** butoxy, octyloxy, methoxyethoxy one, methoxy PENTA (ethyloxy), Aryloxy machines, 
such as acryloyl oxyethoxy and pentafluoro propoxy one (phenoxy etc.), aikyl thio machines (a 
methylthio, ethyl thio, etc.) and an acyl group (an acetyl --) sulfonyl machines (a methane sulfonyl -), 
such as a propionyl and a benzoyl An acyloxies machine, such as benzenesulphonyl (acetoxy, 
benzoyloxy, etc.), A sulfonyloxy machine (methane sulfonyloxy, toluenesulfonyloxy , etc.), 
phosphonyl groups (diethyl phosphonyl etc.) and an amide group (acetylamino -) carbamoyl groups 
(N and N-dimethyl carbamoyl --), such as a benzoyl amide alkyl groups (a methyl, ethyl, and a propyl 
--), such as N-phenylcarbamoyl An isopropyl, a cyclo propyl, butyl, 2-carboxy ethyl, a benzyl, etc., 
aryl groups (a phenyl, toluyl, etc.) and a heterocycle machine (for example, pyridyl --) Alkenyl 
machines, such as imidazolyl and furanyl (a vinyl, 1-propenyl, etc.), An alkoxy-group acyloxy 
machine (acetyloxy, benzoyloxy, etc.), Alkoxy carbonyl groups (a methoxycarbonyl, ethoxycarbonyl, 
etc.) and polymerization nature machines (preferably a vinyl group, an acryloyl machine, a 
methacryloyl machine, a styryl machine, a cinnamic acid residue, etc.) are mentioned. 
[0040] When a meso gene machine is included in a cation part, as the opposite anion preferably As an 
inorganic anion, a halogen anion (C1-, Br-, I-), an iodine trimer anion (T3-), NCS-, BF4-, PF6-, 04C1-, 
Ph4B-, AsF6-, SbF6-, and B 10C110-, It is desirable to be chosen from the group which consists of an' 
anion which a sulfonamide, disulfon imide, N-acyl sulfonamide, a carboxylic acid, a sulfonic acid, 
alcohol, an activity methylene, and activity methine dissociated as an organic anion. It is chosen from 
the group which consists of an iodine anion (I-, I3-) and an anion which a sulfonamide, disulfon 
imide, N-acyl sulfonamide, a carboxylic acid, a sulfonic acid, alcohol, an activity methylene, and 
activity methine dissociated as an organic anion more preferably. As an iodine anion (I-, I3-) and an 
organic anion, still more preferably A sulfonic acid, the anion (for example, (CnF2n+lS02) 
(CmF2m+lS02), imido anion expressed with N- (n --)) which disulfo nil imide and N-acyl 
sulfonamide dissociated m is chosen from the group which consists of six or less positive integer, a 
fluorosulfonic-acid anion (n is six or less positive integer) expressed with CnF2n+lS03-, 
respectively. It is an iodine anion (I-, I3-) especially preferably. This iodine anion is advantageous 
when using a specific liquid crystal compound as an electrolyte use for solar batteries from which 
iodine ion serves as a carrier. 
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[0041] When a meso gene machine is included in an anion part, things desirable as the anion part 
(substituent with a negative charge) are a sulfonamide, disulfon imide, N-acyl sulfonamide, a 
carboxylic acid, a sulfonic acid, alcohol, an activity methylene, and the anion in which activity 
methine carried out proton dissociation. 

[0042] When a meso gene machine is included in an anion part, as the above-mentioned general 
formula (Ill-a) and (HE-b) (IH-c) the cation of the structure expressed, and an inorganic cation, a 
lithium ion is suitably mentioned as an organic cation preferably as the opposite cation. A lithium ion 
is suitable also especially in these. This lithium ion is advantageous when using a specific liquid 
crystal compound as a lithium ion battery or an electrolyte for lithium cells. 

[0043] It is desirable that an alkyl group or an alkenyl machine is included as a basis which connects 
with a mesomorphism substituent (the counter ion is also included when it has an ionicity basis) the 
organic ion which shows an end group or a meso gene machine, and ionicity. As for the carbon 
number of these alkyl groups or an alkenyl machine, 6 to 25 is desirable, and 6 to 18 is still more 
desirable. Moreover, you may have the substituent and what was mentioned above as a substituent in 
R of a general formula (I) as a desirable substituent is mentioned. 

[0044] As a mesomorphism substituent, when using the electrolyte constituent of this invention for a 
lithium ion battery or a lithium cell use, especially desirable composition is an anion part in which the 
part connected with L in a general formula (I) contains a meso gene machine, and is the composition 
that the counter ion used as the cation part is a lithium ion. On the other hand, when using for the 
solar-battery use from which iodine ion serves as a carrier, it is desirable that it is the composition 
that the opposite anion which the part connected with L in a general formula (I) is a cation part 
containing a meso gene machine, and serves as the anion part is iodine ion. 

[0045] As a mesomorphism substituent, pKa of the conjugate acid of an anion part is desirable from a 
viewpoint which raises the dissociation concentration of the ion (for example, a lithium ion, iodine 
ion, etc.) from which it becomes a carrier in an electrolyte that it is 1 1 or less, and it is still more 
desirable that it is seven or less. 

[0046] Although the example P-l to P-28 of the polysiloxane structure shown by the general formula 

(I) is shown hereafter, this invention is not necessarily limited to these examples. In addition, let the 

liquid crystal compound which repeats the structure shown by this example and it has as a unit be the 

instantiation compound P-l to P-28. 

[0047] 

[Formula?] 







O(CHd»0C0— C*=CH 2 



[0048] 
[Formula 8] 



http://www4.ipdl.jpo.go.jp/cgi-bin/tran_web_cgi_ejje 



6/4/2003 



(M)Y=TN(S0 2 CF 3 > 2 
(P-7)Y = CF 3 COO~ 



9Me 

i s r°r _ (p-e)Y«r 

^ (P.10)Y = BF7 



CH 3 ^— * tf>-13)Y = BF 4 - 

Y 



4 5 r°f + y«v (P-H)Y = I 

C^(CH 2 ] 2 -(OCH 2 CH 2 ) 2 ^^--djKCN (P-15) Y » CFaCONSOaCFa 

Y (P-ISJY^CHj^Ha 

[0049] 
[Formula 9] 
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[0050] 

[Formula 10] 
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lH- - (P-27, 

0-CH 2 CH 2 (OCH2CH2)rS02NS02CFa 

[0051] 

[Formula 11] 
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[0052] A specific liquid crystal compound may be a high molecular compound obtained by having a 
polymerization nature machine and carrying out the polymerization of them. The radical 
polymerization method which is a general macromolecule synthesis method indicated by the 
laboratory procedure (Kagaku-Dojin) of Takayuki Otsu and Kinoshita **** 
collaboration:macromolecule composition, Takayuki Otsuilecture polymerization-reaction theory 1 
radical polymerization (I), and (Kagaku-Dojin) as a polymerization method which this high molecular 
compound obtains can be used. The thermal polymerization initiator which there are a thermal 
polymerization method using a thermal polymerization initiator and the photopolymerizing method 
using a photopolymerization initiator, and is used preferably For example, 2 and 2'-azobis 
(isobutyronitrile), 2, and 2'-azobis (2,4-dimethylvaleronitrile), Azo system initiators, such as a 
dimethyl 2 and 2'-azobis (2-methyl propionate), For the example of die photopolymerization initiator 
which peroxide system initiators, such as benzoyl peroxide, etc. are contained and is used preferably 
alpha-carbonyl compound (U.S. JP,23676613 - said - each specification publication of No. 
2367670) - The acyloin ether (U.S. JP,2448283 specification publication), alpha-hydrocarbon 
substitution aromatic acyloin compound (U.S. JP,2722512,B specification publication), a polynuclear 
quinone compound (U.S. JP,3046127,B - said - each specification publication of No. 2951758) - 
The combination of a triaryl imidazole dimer and p-aminophenyl ketone (U.S. JP,35493676,B 
specification publication), An acridine, a phenazine compound (JP,60- 105667, A, the U.S. 
JP,4239850,B specification publication), and an OKISA diazole compound (U.S. JP,4212970,B 
specification publication) are contained. The desirable addition of a polymerization initiator is below 
20 mass % more than 0.01 mass % to a monomer (salt) total amount, and is below 10 mass % more 
than 0.1 mass % still more preferably. The desirable molecular weight (number average molecular 
weight) of the macromolecule obtained by the polymerization is 5,000-1 million, when monomers 
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(salt) are single organic functions, and it is 10,000-500,000 still more preferably. Moreover, when the 
case of polyfunction^ monomer (salt) or a cross linking agent is used, the polymer of the above- 
mentioned molecular weight forms the 3-dimensional network structure. 
[0053] When using the electrolyte constituent of this invention for the electrolyte of a 
photoelectrochemical cell, it is desirable to use the electrolyte constituent containing I- and 13- as a 
charge carrier, and it can add them in the form of arbitrary salts. As an opposite cation of a desirable 
iodine salt, the above-mentioned general formula (Ill-a) or (m-b) (III-c) the thing expressed is 
mentioned. As for an 13-salt, it is common to add iodine (12) to the bottom of I-salt existence, and to 
make it generate in an electrolyte constituent. Added 13- of 12 and the amount of said generates in that 
case. 

[0054] The concentration of I- in the electrolyte constituent of this invention has desirable 10 - 90 
mass %, and its 30 - 70 mass % is still more desirable. It is desirable that all the components of the 
remainder in that case are specific liquid crystal compounds. In addition, this concentration is the 
concentration also containing this, when I- is contained as a counter ion in the aforementioned 
specific liquid crystal compound. 

[0055] It is more desirable that it is [ 0.1-20 mol ] %, as for I3-, it is desirable that it is [ 0.1-50 mol / 
of I- ] %, and it is / it is still more desirable that it is / 0.5-10 mol / %, and / most desirable that it is / 
0.5-5 mol / %. In addition, this rate is this ****** rate, when 13- is contained as a counter ion in the 
aforementioned specific liquid crystal compound. 

[0056] The fused salt which may also contain still more nearly another fused salt in the electrolyte 
constituent of this invention, and is used preferably The aforementioned general formula (IH-a), and 
(m-b) (III-c) the shown organic cation and arbitrary anions are combined, as an anion Halogenide ion, 
SCN- (C1-, Br-, etc.), BF4-, PF6-, C104-, 2 (CF3S02)N-, 2 (CF3CF2S02)N-, CH3S03-, CF3S03-, 
CF3COO-, Ph4B-, 3(CF3S02) C-, etc. are mentioned as a desirable example, and SCN-, CF3S03-, 
CF3COO-, 2 (CF3S02)N-, and BF4- are mentioned still more preferably. Moreover, it is desirable 
that alkali-metal salts, such as Lil, CF3COOLi, CF3COONa, LiSCN, and NaSCN, are especially 
included from a viewpoint on the photoelectrical flow direction. As for the addition of an alkali-metal 
salt, it is desirable that it is a 0.02 - 2 mass % grade, and its 0.1-1 mass % is still more desirable. 
[0057] To the electrolyte constituent of this invention, metal iodides, such as Lil, Nal, KI, Csl, and 
CaI2, The iodine salt of the 4th class imidazolium compound, the iodine salt of a 
tetraalkylammonium compound, Metal bromides, such as Br2, LiBr, NaBr, KBr, CsBr, and CaBr2, 
Or the bromine salt of the 4th class ammonium compounds, such as Br2, a tetrapod alkylammonium 
star's picture, and a pyridinium star's picture Sulfur compounds, such as metal complexes, such as a 
ferrocyanic-acid salt-ferricyanic-acid salt and a ferrocene-ferricinium ion, the poly sodium sulfide, 
and alkyl thiol-alkyl disulfide, viologen coloring matter, a hydroquinone-quinone, etc. are made to 
contain, and can also be used. When making it contain, as for the amount of these compounds used, it 
is desirable that it is below 30 mass % of the whole electrolyte constituent. 
[0058] the liquid crystal compound and ** of the aforementioned specification in the electrolyte 
constituent of this invention - ** - a solvent can both be preferably used to this compound and a 
homogeneous amount at the maximum 

[0059] As for the solvent used for the electrolyte constituent of this invention, it is desirable for a 
dielectric constant to be high in improving ionic mobility low, and for viscosity to be the compound 
which improves effective carrier concentration and can discover the outstanding ion conductivity. As 
such a solvent, carbonate compounds, such as ethylene carbonate and propylene carbonate, 
Heterocyclic compounds, such as 3-methyl-2-oxazolidinone, a dioxane, Ether compounds, such as 
diethylether, ethylene glycol dialkyl ether, The propylene-glycol dialkyl ether, the polyethylene-glycol 
dialkyl ether, Chain-like ether, such as the polypropylene-glycol dialkyl ether, A methanol, ethanol, 
ethylene glycol monoalkyl ether, Propylene-glycol monoalkyl ether, polyethylene-glycol monoalkyl 
ether, Alcohols, such as polypropylene-glycol monoalkyl ether, Ethylene glycol, a propylene glycol, a 
polyethylene glycol, Polyhydric alcohol, such as a polypropylene glycol and a glycerol, an 
acetonitrile, Guru taro dinitrile, a methoxy acetonitrile, a propionitrile, Non-proton polar substances, 
such as ester, such as nitryl compounds, such as a benzonitrile, a carboxylate, phosphoric ester, and 
phosphonate, a dimethyl sulfoxide, and a sulfolane, water, etc. can be used. Also in this, nitryl 
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compounds, such as heterocyclic compounds, such as carbonate compounds, such as ethylene 
carbonate and propylene carbonate, and 3-methyl-2-oxazolidinone, an acetonitrile, guru taro dinitrile, 
a methoxy acetonitrile, a propionitrile, and a benzonitrile, and especially ester are desirable. Even if it 
uses these independently, they may use two or more sorts together. 

[0060] As a solvent, the boiling point [ in / an ordinary pressure (one atmospheric pressure) / at the 
viewpoint of the improvement in endurance by volatility-proof ] has desirable 200 degrees C or more, 
its 250 degrees C or more are more desirable, and its 270 degrees C or more are still more desirable. 
[0061] in using the electrolyte constituent of this invention for electrochemical cells, such as a 
lithium ion battery, at least one kind of the compound in an electrolyte constituent contains a lithium 
element (ion) - although it comes out and a certain compound is used suitably, as concentration of a 
lithium element (ion), 5 % of the weight - 100 % of the weight is desirable, and 60 % of the weight is 
still more desirable from 20 % of the weight 

[0062] The electrolyte constituent of this invention can be used for reaction solvents, such as a 
chemical reaction and metal plating, a CCD (charge-coupled device) camera, various electrochemical 
cells (the so-called cell), an electrochemistry sensor, a photoelectrical evaporation study sensor, etc. It 
is more desirable for it to be preferably used for a non- water rechargeable battery (especially lithium 
secondary battery) and the photoelectrochemical cell using the semiconductor mentioned later, and to 
be used for a photoelectrochemical cell. 

[0063] The electrochemical cell of this invention which used the electrolyte constituent of this 
invention below for the [electrochemical cell] is explained. Since the electrochemical cell of this 
invention contains the electrolyte constituent of the aforementioned this invention, it shows the 
outstanding endurance and outstanding ion conductivity. 

[0064] Except the electrochemical cell of this invention containing the electrolyte constituent of the 
aforementioned this invention as an electrolyte, there is especially no limit and it can take general 
composition. A general electrochemical cell becomes by composition which sandwiched the 
electrolyte by the operation pole and the counter electrode, and corresponding to the oxidization 
(reduction) reaction which occurs by operation best quality, and the reduction (oxidization) reaction 
which occurs by the counter electrode, when the carrier ion in an electrolyte moves between two 
poles, it functions. In the case of the photoelectrochemical cell mentioned later, in the case of the 
electrode (for example, coloring matter sensitization semiconductor electrode) and rechargeable 
battery from which an operation pole produces electromotive force by optical pumping, the active 
material which can carry out insertion discharge of the lithium ion in connection with oxidation 
reduction is used by an operation pole (usually called a positive electrode) and the counter electrode 
(usually called a negative electrode). 

[0065] The photoelectrochemical cell of this invention which used the electrolyte constituent of this 
invention below for the [photoelectrochemical cell] is explained. The photoelectrochemical cell of 
this invention has the charge transporting bed which contains an electrolyte constituent on a 
conductive base material, a photosensitive layer containing the semiconductor by which sensitization 
was carried out with coloring matter, and a counter electrode, and it constitutes them so that the 
optoelectric transducer explained to the so-called following may be made to work in an external 
circuit. The photoelectrochemical cell of this invention shows the outstanding endurance with small 
degradation of the cell performance in the passage of time while it is excellent in a photo-electric- 
translation performance, since the aforementioned charge transporting bed contains the electrolyte 
constituent of this invention. 

[0066] [1] An example of an optoelectric transducer applicable to this invention at optoelectric- 
transducer drawing 1 is shown. A conductive layer 12, an under coat 14, a photosensitive layer 16, 
the charge transporting bed 18, and the counter electrode conductive layer 20 come to carry out the 
laminating of the optoelectric transducer 10 one by one. A photosensitive layer 16 turns into the 
semiconductor layer 24 which carried out sensitization with coloring matter d from the charge 
transportation material t. The semiconductor layer 24 is a porous layer which consists of a 
semiconductor particle s, the opening was formed between the semiconductor particles s and the 
charge transportation material t has permeated this opening. The charge transportation material t 
consists of the same component as the material used for the charge transporting bed 18. Under the 
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conductive layer 12, the substrate 28 is arranged on the substrate 26 and the counter electrode 
conductive layer 20. Substrates 26 and 28 may be for giving intensity, and may not be in an 
optoelectric transducer. Moreover, on the boundary of each layer, for example, the boundary of a 
conductive layer 12 and a photosensitive layer 16, the boundary of a photosensitive layer 16 and the 
charge transporting bed 18, and the boundary of the charge transporting bed 18 and the counter 
electrode conductive layer 20, the constituents of each class may be carrying out diffusive mixing 
mutually. In addition, a conductive layer 12, a substrate 26, and/or the counter electrode conductive 
layer 20 and substrate 28 of the side which may carry out incidence of the light to an optoelectric 
transducer 10 from either or both sides, and carries out incidence of the light to it can consist of 
material which has light-transmission nature, respectively. 

[0067] Next, an operation of an optoelectric transducer 10 is explained. In addition, the case where 
the semiconductor particle s is n type is explained. If light carries out incidence to an optoelectric 
transducer 10, the light which carried out incidence will reach a photosensitive layer 16, will be 
absorbed with coloring matter d etc., and will generate the coloring matter d of an excitation state. 
The excited coloring matter d passes the electron of a high energy to the conduction band of the 
semiconductor particle s, and it becomes an oxidant itself. The electron from which it moved to the 
aforementioned conduction band reaches a conductive layer 12 by the network of the semiconductor 
particle s. Therefore, a conductive layer 12 has an electronegative potential to the counter electrode 
conductive layer 20. In the mode which used the optoelectric transducer 10 for the photoelectric cell, 
if this photoelectric cell is connected with an external circuit, the electron in a conductive layer 12 
will reach the counter electrode conductive layer 20, working in an external circuit. The generated 
reductant (for example, I3-) returns the oxidant of coloring matter d, and returns an electron while it 
returns this electrolyte component (for example, I-), when charge transportation material is an 
electrolyte. By continuing irradiating light, a series of reactions occur succeedingly and can take out 
the electrical and electric equipment. 

[0068] Hereafter, an usable material and its formation method are explained to each class of the 
aforementioned optoelectric transducer. In addition, below, when calling it "a conductive base 
material", it is accepted conductive-layer 12, and although it consists of a conductive layer 12 and a 
substrate 26 which it is arbitrary and is prepared, when calling it a "counter electrode" including both 
sides, it is accepted counter electrode conductive-layer 20, and both sides are included although it 
consists of a counter electrode conductive layer 20 and a substrate 28 which it is arbitrary and is 
prepared. 

[0069] (A) A conductive base material conductivity base material consists of the monolayer of (1) 
conductive layer or (2) conductive layers, and two-layer [ of a substrate ]. In the case of (1), material 
at which intensity and sealing performance are fully maintained as a conductive layer is used, for 
example, a metallic material (alloys containing these, such as platinum, gold, silver, copper, zinc, 
titanium, and aluminum) can be used. In the case of (2), the substrate which has the conductive layer 
which contains an electric conduction agent in a photosensitive-layer side can be used. As a desirable 
electric conduction agent, a metal (for example, alloys containing these, such as platinum, gold, 
silver, copper, zinc, titanium, aluminum, and an indium), carbon, or conductive metallic oxides'(what 
doped a fluorine or antimony to an indium-tin multiple oxide and the tin oxide) are mentioned. The 
thickness of a conductive layer has desirable about 0.02-10 micrometers. 

[0070] A conductive base material has surface electrical resistance as good as a low. The ranges of 
desirable surface electrical resistance are below 50ohms / **, and are below 20ohms / ** still more 
preferably. 

[0071] When irradiating light from a conductive base material side, as for a conductive base material, 
it is desirable that it is substantially transparent. It means substantially that permeability is it 10% or ' 
more that it is transparent in some or the whole region of light of a visible - near infrared region (400- 
1200nm), it is desirable that it is 50% or more, and 80% or more is more desirable. It is desirable that 
the permeability of the wavelength region where a photosensitive layer has sensitivity especially is 
high. 

[0072] What formed the transparent conductive layer which consists of a conductive metallic oxide in 
the front face of transparent substrates, such as glass or plastics, by an application or vacuum 
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evaporationo as a transparent conductivity base material is desirable. A thing desirable as a 
transparent conductive layer is the diacid-ized tin or indium-stannic-acid ghost (ITO) which doped a 
fluorine or antimony. A transparent polymer film besides glass substrates, such as an advantageous 
soda glass and an alkali free glass without the influence of alkali elution, can be used for a transparent 
substrate in respect of a low cost and intensity. As a material of a transparent polymer film, there is a 
triacetyl-cellulose (TAC), polyethylene-terephthalate (PET), polyethylenenaphthalate (PEN), 
syndiotactic polystyrene (SPS), polyphenylene-sulfide (PPS), polycarbonate (PC), polyarylate (PAr), 
polysulfone (PSF), polyester sulfone (PES), polyimide (PI), polyether imide (PEI), annular 
polyolefine, and bromine-ized phenoxy etc. In order to secure sufficient transparency, as for the 
coverage of a conductive metallic oxide, it is desirable to consider as per [ 0.01-100g ] two lm of 
base materials of glass or plastics. 

[0073] It is desirable to use a metal lead in order to lower resistance of a transparent conductivity 
base material. The quality of the material of a metal lead has desirable metals, such as platinum, gold, 
nickel, titanium, aluminum, copper, and silver. As for a metal lead, it is desirable to install in a 
transparent substrate by vacuum evaporationo, sputtering, etc., and to prepare on it the transparent 
conductive layer which consists of the conductive tin oxide or a conductive ITO film. The fall of the 
amount of incident lights by metal lead installation may be 1 - 5% more preferably less than 10%. 
[0074] (B) The photosensitive-layer aforementioned photosensitive layer absorbs light, performs 
charge separation, and has the function which produces an electron and an electron hole. The 
aforementioned photosensitive layer contains the semiconductor by which coloring matter 
sensitization was carried out. With the semiconductor by which coloring matter sensitization was 
carried out, generating of an optical absorption, the electron by this, and an electron hole takes place 
mainly in coloring matter, and a semiconductor bears the role which receives and transmits this 
electron (or electron hole). As for the semiconductor used by this invention, it is desirable that it is 
the n-type semiconductor which gives an anode current by a conductor electron serving as a carrier 
under optical pumping. 

[0075] (1) The compounds (for example, a strontium titanate, titanic-acid calcium, titanic-acid 
sodium, a barium titanate, a niobic-acid potassium, etc.) which have silicon, an element 
semiconductor like germanium, a m-V system compound semiconductor, metaled chalcogenide (for 
example, an oxide, a sulfide, selenides, or those composites etc.), or a perovskite structure as a 
semiconductor semiconductor can be used. 

[0076] As chalcogenide of a desirable metal, the oxide of titanium, tin, zinc, iron, a tungsten, a 
zirconium, a hafnium, strontium, an indium, a cerium, an yttrium, a lanthanum, vanadium, niobium, 
or a tantalum, cadmium, zinc, lead, silver, antimony or the sulfide of a bismuth, cadmium or a leaden 
selenide, the telluride of cadmium, etc. are mentioned. As other compound semiconductors, the 
selenide of phosphides, such as zinc, a gallium, an indium, and cadmium, a gallium arsenide, or a 
copper-indium, the sulfide of a copper-indium, etc. are mentioned. Furthermore, the composite 
expressed with MxOySz or MlxM2yOz (the number [ metallic element ] of combination with which 
an oxygen atom, x, and y and z become as for M, Ml, and M2, and, as for O, a valence becomes 
neutral, respectively) can also be used preferably. 

[0077] The desirable example of the semiconductor used for this invention Si, Ti02, Sn02, Fe 203, 
W03, ZnO, Nb 205, CdS, ZnS and PbS, Bi2S3, CdSe, CdTe, They are SrTi03, GaP, InP, GaAs, 
CuInS2, and CuInSe2 grade. More preferably Ti02, ZnO, Sn02, Fe203, W03, Nb205, CdS, It is 
PbS, CdSe, SrTi03 and InP, GaAs, and CuInS2 and CuInSe2, is Ti02 and Nb 205 especially 
preferably, and is Ti02 most preferably. Ti02 which includes an anatase type crystal 70% or more is 
desirable especially desirable, and Ti02 is Ti02 of 100% anatase type crystal. Moreover, it is the 
purpose which raises the electronic conductivity in these semiconductors, and it is also effective to 
dope a metal. As a metal to dope, divalent and a trivalent metal are desirable. It is the purpose which 
prevents that a reverse current flows from a semiconductor to a charge transporting bed, and it is also 
effective to dope a univalent metal to a semiconductor. 

[0078] Although a single crystal or a polycrystal is sufficient as the semiconductor used for this 
invention, from viewpoints, such as a manufacturing cost, raw-material reservation, and an energy 
pay back time, a polycrystal is desirable and especially the porous membrane that consists of a 
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semiconductor particle is desirable. Moreover, the amorphous portion may be included in part. 
[0079] Although the particle size of a semiconductor particle is generally the order of nm-mu m, as 
for the mean particle diameter of the primary particle which asked for projected area from the 
diameter when converting into a circle, it is desirable that it is 5-200nm, and its 8-100nm is more 
desirable. Moreover, the mean particle diameter of the semiconductor particle in dispersion liquid 
(aggregated particle) has desirable 0.01-30 micrometers. It is lOnm or less preferably [ may mix two 
or more kinds of particles from which a particle size distribution differs, and / that the average size of 
a small particle is 25nm or less in this case ], and more preferably. Particle size is big, for example, it 
is also desirable to mix a semiconductor particle (lOOnm or more and about 300nm) in order to 
scatter an incident light and to raise the rate of optical capture. 

[0080] You may be two or more sorts of mixtures from which the kind of semiconductor particle also 
differs. When mixing and using two or more sorts of semiconductor particles, as for one sort it is 
desirable that they are Ti02, ZnO, Nb 205, or SrTi03. Moreover, it is desirable that they are' Sn02, 
Fe 203, or W03 as one more sort. As a still more desirable combination, combination, such as ZnO 
Sn02, ZnO and W03, or ZnO, Sn02, W03, can be mentioned. When mixing and using two or more 
sorts of semiconductor particles, each particle size may differ. The particle size of the semiconductor 
particle mentioned especially at the one above-mentioned item is large, and combination with the 
small semiconductor particle mentioned henceforth [ 2 items ] is desirable. The particle of a desirable 
large particle size is lOOnm or more, and the particle of a small particle size is 15nm or less in 
combination. 

[0081] As a method of producing a semiconductor particle, they are the company (1998) of the 
"science of sol- gel method" AGUNE ** style of ********, and a technical-information association. 
[Translation done.] ' - . 
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EXAMPLE 

[Example] Hereafter, an example explains this invention concretely. 

- The instantiation compound P-5 was compounded by the synthetic example-following composition 

scheme of the instantiation compound P-5. 

[0156] 

[Formula 18] 



He/* 0 ' 

H 2 C N 



M-1 
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O — OMe 



M-5 



[0157] ** The synthetic dimethyl malonate of intermediate field M-1; after dissolving 58. lg 
(439mmol) in the methanol, adding methanol 28% solution;88ml of a sodium methoxide and 
dropping 1-BUROMO decane 97.2g (439mmol) over 1 hour, it flowed back for 8 hours. Diluted 
hydrochloric acid was filled with reaction mixture, and ethyl acetate extracted after neutralization. 
Vacuum concentration of the extraction solution was carried out after dryness with magnesium 
sulfate, vacuum distillation of the residue was carried out, and M-1 [ 41g (fraction (399Pa (3mmHg) / 
82 degrees C)) ] was obtained. . . 

[0158] ** The solution which was obtained by the above-mentioned ** and which dissolved M-1 
(41g, 170mmol) in diethylether (50ml) was dropped over 2 hours, having distributed the synthetic 
lithium aluminum hydride (llg, 289mmol) of intermediate field M-2 to 150ml diethylether, and 
stirring at a room temperature. After dropping, after flowing back for 3 hours, diluted hydrochloric 
acid/ice was slowly filled with reaction mixture, and it extracted, after making a solution acid. The 
bottom solvent of reduced pressure was distilled off for the extract after dryness with magnesium 
sulfate, and the oily matter of 31g of rough products was obtained. The rough product was refined in 
silica gel column chromatography, and 14g was obtained as M-2 and colorless oily matter. 
[0159] ** M-2 (13.85g, 64mmol) obtained by the synthetic above of intermediate field M-4 and M-3 
(6.86g, 64mmol) were distributed in toluene (50ml), Para toluenesulfonic acid (12g) was added, and 
heating reflux was carried out for 5 hours, distilling off water. The water (100ml) which added 
potassium carbonate (lOg) was filled with reaction mixture, ethyl acetate extracted, and the solvent 
was distilled off under reduced pressure after drying an extract. The residue was recrystallized in the 
acetonitrile, and M-4 of the purpose was considered as the crystal, and was obtained 7g. 
[0160] ** It distributed to the acetonitrile (50ml) and the dimethylacetamide (20ml), and M-4 (5g, 
16.4mmol) and polymer M-5 (3g) which were obtained by the synthetic above of P-5 were made to 
http://www4.ipdl.jpo.go.jp/cgi-bin/tran_web_cgi_ejje 6/4/2003 



Page 2 of 6 

react at 80 degrees C for 10 hours. The solvent was distilled out of reaction mixture at 120 degrees C 
under reduced pressure, and P-5 (7.5g) which has the mesomorphism side chain which is the 
specified substance was obtained. 
[0161] (Example 1) 

- With 15g [ of titanium dioxides ] (Japanese Aerosil Degussa P-25), 45g, lg (Aldrich make, Triton 
X-100), and a diameter of 0.5mm zirconia-beads (Nikkato Corp. make) 30g was put into the vessel 
made from stainless steel of 200ml of content volume which carried out Teflon (registered trademark) 
coating of the manufacture inside of photoelectrochemical-cell-1-1. titanium-dioxide dispersion 

S^cT 1 i diStnbUted ™ 1500r P m for 2 hours usin g «e Sand-grinder mill (product made from eye 
MEKKUSU) Zirconia beads were filtered and removed from the distributed object. The mean particle 
diameter of the titanium dioxide in this case was 2.5 micrometers. The particle size at this time is 
measured in the master sizer made from MALVERN. 

[0162] 1-2. The glass rod was used and the above-mentioned dispersion liquid were applied to the 
electric conduction side side of the electrically conductive glass (what carried out cutting processing 
of the Asahi Glass TCO glass-U at the 20mmx20mm size) which coated the tin oxide which doped 
the production fluorine of Ti02 electrode (electrode A) which adsorbed coloring matter. Under the 
present circumstances, the adhesive tape was stretched to the part by the side of an electric 
conduction side (from an edge to 3mm), and it considered as the spacer, and glass was put in order 
and it applied eight sheets at a time at once so that an adhesive tape might come to ends After the 
application, it exfoliated and the adhesive tape was air-dried for one day at the room temperature 
Next, this glass was put into the electric furnace (muffle furnace FP-32 type made from the Yamato 
science), and it calcinated for 30 minutes at 450 degrees C. It flooded with the ethanol solution (3xten 

- four mols/(l.)) of coloring matter R-l for 3 hours, after taking out this glass and cooling. After being 
immersed in a 4-tert-butyl pyridine for 15 minutes, the air drying of the glass which coloring matter 
dyed was washed and carried out by ethanol. Thus, the thickness of the photosensitive layer obtained 
is 10 micrometers, and the coverage of a semiconductor particle was taken as 20 g/m2. In addition 
the surface electrical resistance of electrically conductive glass was about 30ohm/**. 

[0163] 1-3. The acetonitrile was distilled off, applying the acetonitrile solution (an acetonitrile being 
a constituent and a homogeneous amount) of the electrolyte constituent (E-102 to E-l 13) containing 
Table 1 therefore the adjusted aforementioned specific liquid crystal compound, or a comparison 
compound to the Ti02 electrode substrate (lcmxlcm) which is the production **** of a 
photoelectrochemical cell, and was made and produced and by which the color sensitizing was 
earned out, and infiltrating it into Ti02 electrode under 60 degrees C and reduced pressure The 
platinum vacuum evaporationo glass of the same size was laid on top of these electrodes, and the 
photoelectrochemical cell (sample B-102-113) was obtained. Moreover, after laying the electrolytic 
solution (E-101 of Table 1) using the solvent on top of the same Ti02 electrode substrate (2cmx2cm) 
as the above by which coloring matter sensitization was carried out with the platinum vacuum 
evaporationo glass of the same size as the electrode, it infiltrated the electrolytic solution into the 
crevice between both glass using capillarity, and produced the photoelectrochemical cell (sample B- 

[0164] The photoelectrochemical cell by which the laminating of the platinum layer 6 and glass 7 

which serve as electrically conductive glass 1 (that by which the conductive layer 3 was ****(ed) on 

glass 2), a photosensitive layer 4 (TiO two-layer coloring matter was made to stick to), the electrolyte 

layer 5, and a counter electrode by this example as shown in drawing 2 was carried out to order was 

produced. 

[0165] 

[Table 1] 
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[0166] 

[Formula 19] 
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[0167] 1-4. By letting AM1.5 filter (product made from Oriel), and a sharp cut filter (KenkoL-41) 
pass for the light of the xenon lamp of measurement 500W of a photoelectric conversion efficiency 
(USHIO make), the simulation sunlight which does not include ultraviolet rays was generated and 
this luminous intensity was adjusted to 100 mW/cm2. 

[0168] The electrical and electric equipment which connected the crocodile clip, respectively, 
irradiated simulation sunlight at 70 degrees C, and was generated on the above-mentioned electrically 
conductive glass and above-mentioned platinum vacuum evaporationo glass of a 
photoelectrochemical cell was measured in the current-potential measuring device (case rhe SMU238 
type), the open circuit voltage (Voc) of the photoelectrochemical cell called for by this, short-circuit 
current density (Jsc), and a form factor - (FF) [= maximum output/(open-circuit- voltage x short- 
circuit current)] and a conversion efficiency (eta), and constant temperature - the decreasing rate of 
the short-circuit current density after carrying out the passage of time for 400 hours was collectively 
indicated to Table 2 under constant humidity (60 degrees C, 70%R.H.) 
[0169] 
[Table 2] 
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[0170] From the above-mentioned result, since a solvent volatilizes, the photoelectrochemical cell 
(B-101) using the solvent as the electrolytic solution is understood that endurance is very bad 
Moreover, by passing, although the cell (B-104) using polysiloxane RE-3 which do not have fused 
salt RE-1, the cell (B-102, B-103) using RE-2, and mesomorphism substituent of a comparison 
compound is small, it understands that a photo-electric-translation performance is not enough for 
degradation in the time. The photoelectrochemical cell using the electrolyte constituent containing the 
aforementioned specific liquid crystal compound is excellent in initial performances, such as short- 
circuit current density and a conversion efficiency, and endurance to them. Such an effect was seen 
when which coloring matter was used. 
[0171] (Example 2) 

-As a Production Positive Active Material of Lithium Rechargeable Battery-2-1. Positive-Electrode 
Sheet LiCo02 43 weight sections, the scale-like graphite 2 weight section, the acetylene black 2 
weight section, Furthermore, add the polyacrylonitrile 3 weight section as a binder, and the slurry 
which kneaded the acrylonitrile 100 weight section as a medium, and was obtained is painted on an 
aluminum foil with a thickness of 20 micrometers using an extrusion formula application machine 
After pressing with the calender press machine after dryness, the lead board made from aluminum 
was welded to the edge, and the positive-electrode sheet with 95 micrometers [ in thickness ] and a 
width-of-face [ of 54mm ] x length of 49mm was produced. 

[0172] 2-2. as the production negative-electrode active material of a negative-electrode sheet - a 
meso face pitch system carbon material (PETOKA) - as 43 weight sections and an electric 
conduction agent - the acetylene black 2 weight section and the graphite 2 weight section - 
comparatively - coming out - mixing - further - as a binder - a polyacrylonitrile - 3 weight 
sections - adding - the N-methyl pyrrolidone 100 weight section - as a medium - kneading - a 
negative electrode - a mixture - the slurry was obtained a negative electrode - a mixture - the 
slurry was painted on copper foil with a thickness of 10 micrometers using the extrusion formula 
application machine, it pressed with the calender press machine after dryness, and the negative- 
electrode sheet with 46 micrometers [ in thickness ] and a width-of-face [ of 55mm ] x length of 
50mm was produced After welding the lead board made from nickel to the edge of a negative- 
electrode sheet, it heat-treated at 230 degrees C for 1 hour in dry air of -40 degrees C or less of dew- 
points. Heat treatment was performed using the far-infrared heater. 

[0173] The production negative-electrode sheet of a 2-3. sheet cell and the positive-electrode sheet 
earned out dehydration dryness at 230 degrees C for 30 minutes in dry air of -40 degrees C or less of 
dew-points, respectively. In dry atmosphere, the laminating of the separator (polyethylene porosity 
film) and nonwoven fabric which were judged in a dried [ dehydration ] positive-electrode sheet with 
a width-of-face [ of 54mm ] x length of 49mm and width-of-face [ of 60mm ] x length of 60mm was 
earned out, the liquid which dissolved the electrolyte (E-202-213) of composition adjusted according 
to Table 3 on the nonwoven fabric in the acetonitrile of the amount of said was applied and the 
acetonitrile was distilled off under reduced pressure at 50 degrees C. Moreover, the electrolytic 
solution (E-201) using the solvent was infiltrated into the nonwoven fabric as it is. The laminating of 
the dried [ dehydration ] negative-electrode sheet with a width-of-face [ of 55mm ] x length of 50mm 
was earned out on it, using the sheathing material which consists of a laminate film of a polyethylene 
(50 micrometers)-polyethylene terephthalate (50 micrometers), heat weld was carried out four edges 
were sealed under the vacuum, and the sheet type cell (sample B-201-213) was produced 
[0174] The sheet type cell by which the laminating of the positive-electrode sheet 31 equipped with 
the negative-electrode sheet 33 equipped with the negative-electrode terminal 35, the solid polymer 
electrolyte 32, and the positive-electrode terminal 34 by this example as shown in drawing 3 was 
earned out to order was produced. 
[0175] 
[Table 3] 
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[0176] 2-4. About the sheet type cell produced by the method of the evaluation above of a cell 
performance, charge and discharge were repeated 30 times on condition that current density 1.3 
mA/cm2, charge final- voltage 4.2V, and discharge-final-voltage 2.6V**, and the service capacity in 
30 cycle eye was calculated. This was investigated about five cells of the same prescription, and the 
average was made into the capacity of the cell. Thus, the capacity of each cell was calculated and the 
relative capacitor to a sample B-201 was calculated. Moreover, the service capacity of the 200 cycle 
eye of each cell was calculated, the ratio to the service capacity of 10 cycle eye was calculated, and it 
expressed as a cycle capacity. Each value was shown in Table 4. 
[0177] 
[Table 4] 
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[0178] It turns out that the electrolyte which contains the aforementioned specific liquid crystal 
compound from the above-mentioned result is raising cycle nature, without seeing the big fall of 
capacity. 

[0179] From these examples, the electrolyte which did not volatilize substantially and was excellent 
in using the aforementioned specific liquid crystal compound at charge transportability ability was 
obtained, thereby, it excelled in the photoelectric transfer characteristic and the photoelectrochemical 
cell with little property degradation by the passage of time was obtained. Furthermore, this electrolyte 
does not reduce cell capacity and it turns out that it is the lithium ion conduction material which was 
moreover excellent in the cycle property. 
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DESCRIPTION OF DRAWINGS 
[Brief Description of the Drawings] 

[Drawing 11 It is the outline block diagram showing an example of the optoelectric transducer of this 
invention. 

[Drawing 2} It is the cross section showing the composition of the photoelectrochemical cell 
produced in the example 2. 

[Drawing 3] It is the schematic diagram of the sheet type cell produced in the example 3. 
[Description of Notations] 

1 Electrically Conductive Glass 

2 Glass 

3 Conductive Layer 

4 Photosensitive Layer (TiO Two-layer Which Carried Out Coloring Matter Adsorption) 

5 Electrolyte Layer 

6 Platinum Layer 

7 Glass 

10 Optoelectric Transducer 

12 Conductive Layer 

14 Under Coat 

16 Photosensitive Layer 

18 Charge Transporting Bed 

20 Counter Electrode Conductive Layer 

24 Semiconductor Layer 

26 Substrate 

28 Substrate 

s Semiconductor particle 

d Coloring matter 

t Charge transportation material 

3 1 Positive-Electrode Sheet 

32 Solid Polymer Electrolyte 

33 Negative-Electrode Sheet 

34 Positive-Electrode Terminal 

35 Negative-Electrode Terminal 
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